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Abstract 
Dye-sensitised solar cells (DSSCs) are regarded as a possible alternative to silicon-based 
photovoltaics because of their potential for low-cost production. The processing of two 
alternative hole transport media, one for liquid-state DSSCs and the other for solid-state 
DSSCs is studied in this thesis. Also, research interest in methyl ammonium lead iodide 
perovskite solar cells has been increasing quickly. This thesis also reports some preliminary 
studies on the stability of TiO2/CH3NH3PbI3 perovskite solar cells. 
Water is not commonly used as a solvent in liquid electrolyte DSSCs, but there are many 
reasons to re-examine water, ranging from cost advantage to fundamental science. The first 
part of the thesis addresses the wetting and recombination issues of water-based DSSCs. 
DSSCs using only water as the solvent and guanidinium iodide/iodine as the redox couple have 
been fabricated and they operate at 4% energy efficiency under 1-sun illumination. 
The second part of this thesis studies melt-processing of hole transport materials. This 
technique overcomes the problem of poor pore filling which is commonly observed in solid-
state dye-sensitised solar cells. It is found that the low efficiency of melt-processed DSSCs is 
due to the heat applied during the melting process which causes a decrease in recombination 
lifetime. Solid-state DSSCs made with melt-processed spiro-OMeTAD are shown, with a 
maximum efficiency of 0.45 %. 
Stability of TiO2/CH3NH3PbI3 perovskite solar cells is examined in the third part of the 
thesis. Most literature in the perovskite solar cells focuses on the efficiency of devices, with 
little attention being paid to stability. A TiO2/CH3NH3PbI3 solar cell has been exposed to 40 
sun-equivalent constant illumination for 63 hours (which delivers over 2700 hours equivalent 
of 1 sun photo-excitations). The loss in the cell’s Jsc was only 7 %, however the loss in Voc 
was 190 mV (24 %) at 1 sun.  
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varying added iodine concentration. 
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Chapter 1 
Introduction 
 
1.1 Motivation 
The world’s population is projected to increase from 7 billion people in late 2011 to an 
unprecedented size between 8.3 billion to 10.9 billion people, according to a study published 
by United Nation in 2013.
1
 Energy use is clearly expected to increase in order to accommodate 
the rapid expansion of population and strong economic growth of emerging economies around 
the world. The International Energy Outlook 2013 predicts that the global energy consumption 
will grow by 56 % between 2010 and 2040.
2
 This obviously requires a larger energy generation 
capacity. While ~80 % of the world’s energy currently consumed comes from the combustion 
of fossil fuels,
2
 the concern of global warming caused by its enormous carbon emission has 
also been growing. Thus, generating energy in a carbon neutral way is desperately needed. One 
exciting prospect that has attracted wide-spread interest is photovoltaic solar energy 
conversion. Apart from being clean and renewable, photovoltaic also has an enormous energy 
source for conversion into electricity. It is estimated that the energy of sunlight reaching the 
surface of the Earth in an hour is already more than the total energy used by the global 
population in a year.
3
 Therefore, efficient harnessing of solar energy in an economic way will 
undoubtedly help to ease the energy problems that we are facing.  
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Fig. 1.1 Highest recorded solar cell efficiencies and the institutions accredited for research into these 
devices over the last 38 years. Dye-sensitised solar cell and perovskite solar cell are two of the 
emerging photovoltaic technologies shown in orange.
4
 
The current market of photovoltaics is dominated by crystalline silicon solar cells, which 
has a market share of 80-90 %.
5
 However, its commercialisation is hindered by the high 
production cost. Without government subsidies, it is hard for crystalline silicon solar cells to 
compete with conventional grid electricity. A promising alternative is dye-sensitised solar cell 
(DSSC) pioneered by B. O’Regan and M. Grätzel.6 It has the advantages of compatibility with 
low-cost roll-to-roll processing and possible application on lightweight flexible substrates. The 
trend of highest efficiency achieved by DSSC comparing with other photovoltaic technologies 
over time is shown in Fig. 1.1. Although it seems the increase in DSSC efficiency has slowed 
down over the last 17 years, perovskite solar cell which employs a similar structure to DSSC 
has recently shown very encouraging efficiencies. Since perovskite solar cell shares the same 
advantages as DSSC, it has caught much attention in the field of photovoltaics. While DSSC 
and perovskite solar cell have the potential to compete with the conventional method of 
generating energy by combusting fossil fuels, much research is still needed to improve their 
efficiency and stability before putting into market. 
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1.2 Composition of Dye-Sensitised Solar Cells (DSSCs) 
A typical liquid-state DSSC is composed of a porous nano-crystalline titanium dioxide 
film, commonly 5-20 μm in thickness and with 50-60 % porosity, on a transparent conducting 
oxide (TCO). The TCO is usually either fluorine doped tin oxide (FTO) coated glass substrate 
or indium tin oxide (ITO) coated on polyethylene terephthalate (PET) for flexible device. The 
surface of TiO2 particles is adsorbed with a monolayer of sensitising dye. An electrolyte with a 
redox couple (usually triiodide-iodide) fills up the voids between the TiO2 particles and 
separates the TiO2 film from the counter electrode. The counter electrode is platinised to 
catalyse the reduction of triiodide to iodide. 
 
Fig. 1.2 Schematic diagram showing the composition of a typical liquid junction DSSC. 
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1.3 Operating Principles of Dye-Sensitised Solar Cells 
 
Fig. 1.3 Energy diagram showing the energy levels of different components and the possible routes an 
electron can take in a DSSC during its operation. The routes in blue are the favorable routes which help 
transfer of electrons to the external circuit for doing work. The routes in red are loss routes which lower 
the conversion efficiency of a DSSC. 
 An ideal cycle for the conversion of sunlight to electricity with no quantum efficiency 
loss is shown by the blue arrows on Fig. 1.3. When a DSSC is illuminated, not all the photons 
reaching the cell are absorbed by the dye. Only those photons with suitable energy which 
matches the spectral response of the sensitising dye are absorbed by a dye with sufficiently 
high extinction coefficient. Thus, the light harvested primarily depends on the absorption 
spectrum and the dye loading on TiO2.
7
 Upon absorption of a photon, an electron in the dye is 
promoted to an excited state (AP). The photo-excited electron can then be injected to the 
conduction band of the TiO2 (INJ). The efficiency of this process is dependent on the 
electronic coupling of the dye on TiO2 and the energy of the lowest unoccupied molecular 
orbital (LUMO) of the dye relative to the band of electron-accepting orbital in TiO2.
7
 It has 
been found that the dynamics of electron injection are affected by its surrounding environment 
and thus, the composition of electrolyte
8
 and injection can occur over a wide timescale from 
femtoseconds to nanoseconds.
9
 
By a trap controlled diffusion process through the TiO2, the injected electrons are 
transported to and collected by the FTO (C).
10
 The electrons flow through the external circuit 
and do work in the load before flowing to the counter electrode. This process leaves behind an 
oxidised dye (S
+
) which is reduced (or regenerated) back to its ground state (S
0
) by iodide in 
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the electrolyte (RG), leaving behind triiodide. The kinetics of the regeneration of ruthenium-
based dyes and organic dyes by iodide has previously been studied in our research group.
11
 The 
triiodide diffuses across the electrolyte and is reduced back to iodide by an electron at the 
counter electrode interface to complete the circuit. The potential difference between the Fermi 
level (EF) of TiO2 and the redox potential of the electrolyte corresponds to the open circuit 
voltage (Voc) generated. 
However, in reality, during the operation of DSSCs, there are also some processes which 
lead to losses in overall efficiency (shown as red arrows in Fig. 1.3). An excited dye (S*) may 
decay (D) back to its ground state (S
0
) before injecting an electron to the conduction band of 
TiO2 (INJ). This process depends on photoluminescence lifetime of the dye. For N719, a 
benchmark dye employed in DSSCs, the average luminescence lifetime was found to be ~20 
nanoseconds.
12
 Also, the diffusion of electrons in TiO2 to the collection electrode is in 
competition with recombination with oxidising species in the electrolyte (RCE). Our research 
group has demonstrated that when a triiodide/iodide-based electrolyte is used, the main 
recombination pathway is the reduction of uncomplexed iodine
13
 and recombination is 
increased by iodine binding molecules bound to the TiO2 surface.
14
 
The performance of DSSCs and other solar cells is rated by their power conversion 
efficiency (ηeff or PCE), which is typically found by measuring the current density of the 
device as a function of external applied voltage. Fig. 1.4 shows a typical current density-
voltage (JV) curve and the position of four JV parameters of a device under illumination.  
 
Fig. 1.4 A typical JV curve and the positions of the maximum power point, VOC, JSC, VM, JM. 
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JSC is the current density measured under short circuit when no external voltage is applied. 
Current is extracted under the internal electric field of the device. Voc is the voltage at open 
circuit when no current flows through the electrical circuit. ηeff can be calculated by the 
following equation: 
       
    
   
                (1), 
Pout is the maximum power output (at MPP in Fig. 1.4) under illumination. Pin is the 
power of light incident onto the device for a given area. The standard Pin used when reporting 
efficiency of solar cells is 100 mW cm
-2
. FF refers to the fill factor and is the ratio of maximum 
power output and the product of Jsc and Voc. 
    
       
        
 (2), 
JM and VM are the current density and voltage at maximum power point. The product of JM 
and VM gives the maximum power output of the device as shown in Fig. 1.4. 
1.4 Liquid-State Dye-Sensitised Solar Cells 
In the early development of DSSCs, all studies were based on liquid electrolytes. Before 
the 1990s, the highest conversion efficiencies achieved were below 2 %. One of the reasons for 
the low efficiencies is the poor light harvesting. The use of a mesoporous film of TiO2 was 
introduced by O’Regan et al. in 1990.15 This film of 15-nm-sized particles was estimated to 
produce a 2000-fold increase in surface area for dye adsorption as reported in the famous 
Nature paper written by B. O’Regan and M. Grätzel.6 The efficiency of DSSC made a giant 
leap up to 7-8 %. Further modifications of sensitising dyes and electrolyte systems increased 
the efficiency of triiodide/iodide-based DSSC to 11-12 % by 2010.
16
 Other than high 
performance, a high stability is also required before commercialisation of DSSCs. It has been 
reported that when using a butyronitrile-based
17
 and an MPN-based electrolyte
18
 with 
triiodide/iodide redox couple, the DSSCs successfully retained 95 % of their initial conversion 
efficiency of 10 % after 1000 hours of 0.6-sun illumination at 60 °C. In another report, a MPN-
based DSSC with triiodide/iodide redox couple has also been shown to maintain its 4 % 
efficiency after continuous exposure to ≥0.8-sun illumination at 55-60 °C for 25600 hours.19 
However, recently, a thermally-activated depletion of triiodide in a MPN electrolyte was 
observed after ageing in the dark at 85 °C for 500 hours on the TiO2 surface.
20
 This results in 
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the nucleation and the growth of a solid electrolyte interphase (SEI) layer covering the TiO2. 
The authors argued that the SEI layer is responsible for the downshift in intra-band trap states 
in TiO2 and the change in electron lifetime and transport time typically observed in aged cells 
relative to newly fabricated cells. 
  
Fig. 1.5 Chemical structures of the N3 and Z907 dyes. 
Other than triiodide/iodide redox couple, cobalt-based systems have also been utilised in 
DSSCs and achieved good results. In an early study, a number of Co(II) and Co(III) complexes 
with substituted polypyridine ligands were tested. When used in conjunction with the N3 dye, 
an overall efficiency of 1.6 % at 1 sun was obtained.
21
 By employing the Co
(III/II)
 bis[2,6-bis(1’-
butylbenzimidazol-2’-yl)pyridine] redox couple, conversion efficiencies of 2.2 and 5.2 % were 
achieved under 1 and ~0.1 sun respectively.
22
 A non-linear dependence of photocurrent on 
light level was observed, which was attributed to a limitation in mass transport of the cobalt 
complexes due to their bulky sizes. After some modifications of the cobalt complexes and the 
dyes, an overall efficiency of 12.3 % under 1-sun illumination was yielded by a DSSC 
incorporating a Co
(III/II) 
tris(bipyridyl) tetracyanoborate electrolyte and a TiO2 electrode co-
sensitised with the YD2-o-C8 and Y123 dyes (see Fig. 1.6) by Yella et al.
23
 While the highest 
certified power conversion efficiency of liquid junction DSSCs is 11.9 % achieved by Sharp,
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the 12.3 % produced by this DSSC with Co(III/II) electrolyte is by far the highest reported (but 
not certified) efficiency. Although, no ageing tests were reported in this cell, promising 
stability data of cobalt-based electrolyte have been reported in our research group.
25
 A DSSC 
with the Z907 dye (see Fig. 1.5) and the Co
(III/II)
 tris(bipyridine) redox couple in a MPN 
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electrolyte retained 91 % of its initial efficiency of 3.7 % after 2000 hours of 1-sun equivalent 
illumination. It was also found that, according to charge extraction, Jsc vs. light intensity and 
impedance data, it is likely that there was a decrease in the Co(III) concentration, or a 
restriction in Co(III) diﬀusion during light soaking. 
 
 
Fig. 1.6 Chemical structures of the YD2-o-C8 and Y123 dyes. 
1.5 Water in Liquid-State Dye-Sensitised Solar Cells 
One advantage of DSSC technology is the possible roll-to-roll production of flexible, 
lightweight devices using low-cost plastic foils such as poly(ethylene terephthalate), 
polystyrene, polypropylene and polycarbonate substrates. However, the permeation of water 
into this flexible plastic device is relatively fast. Barrier layers can be used to reduce 
permeation but it increases the cost. An economic permeation barrier can be achieved by 
coating the plastic films with thin layers of silicon oxide and aluminium oxide.
26
 But such a 
barrier still allows water vapor to transmit at a rate of at least 5 x 10
-3
 g m
-2
 day
-1
.
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 Assuming 
this rate to stay constant over time, after one year of outdoor use, the water content of the 
electrolyte may reach over 7 %. Therefore, it is imperative to understand the effect of water on 
the performance of dye-sensitised solar cells which are typically based on organic solvent. An 
alternative way to circumvent the water permeation issues completely is to fabricate DSSCs 
with water-based electrolyte. Such an electrolyte should also have the advantages of being 
lower cost and more environmentally friendly. Nevertheless, despite of these driving forces, 
there have been very few publications studying water-electrolyte DSSCs over the last 20 years.  
In fact, water played a significant role in the early development of DSSCs. Before 1990s, 
water was used as the solvent in dye solution for sensitisation of semiconductor electrodes and 
also in electrolytes. A maximum overall efficiency of 2 % was achieved under 0.07-sun 
illumination when TiO2 electrode was sensitised in an aqueous solution of the diaqua-cis-
32 
bis(2,2'-bipyridyl-4,4'-dicarboxylato)ruthenium(II) dye and a water electrolyte with 0.1 M 
potassium iodide and 1 mM iodine was employed.
27
 A maximum short circuit current density 
(Jsc) of ~0.8 mA cm
-2
 was reported under 0.5-sun illumination when TiO2 electrode was 
sensitised by the tris(2,2’-bipyridyl-4,4’-dicarboxylate)ruthenium(II) dye in water and an 
aqueous electrolyte with 0.1 M lithium bromide, 1 mM bromine and 1 mM perchloric acid was 
used.
27
 In this case, the overall efficiency of the cell was 1.2 %. Nevertheless, all the above 
measurements were made at relatively low light levels. The role of water in DSSCs rapidly 
declined after higher efficiency was reported by Nazeeruddin et al. using ethanol as the solvent 
in electrolytes.
28
 Within one year, the record efficiency had already reached over 7 % under 
0.75-sun illumination in a DSSC with a mesoporous TiO2 film and an organic solvent-based 
electrolyte consisting of 0.5 M tetrapropylammonium iodide, 0.02 M potassium iodide and 
0.04 M iodine in a solvent mixture of ethylene carbonate (80 % by volume) with acetonitrile 
(ACN).
6
 Since the publication of this paper in 1991, the electrolytes, sensitising dyes and the 
TiO2 synthesis had all undergone significant evolution along with the development of DSSCs, 
leading to the replacement of water by organic solvents in electrolytes. 
  
Fig. 1.7 Chemical structures of the N719 and TPA2 dyes. 
The presence of water has then been reported to degrade DSSCs with organic solvent-based 
electrolyte. In some studies, water was added to DSSCs in order to examine its effect on cell 
performance. A ~40 % decrease in Jsc was reported under 0.8-sun illumination when 2.2 M 
water was added to a lithium iodide-based 3-methoxypropionitrile (MPN) electrolyte.
29
 The 
authors suggested that water hydrolyses or weakens the bonding between the N3 dye and TiO2, 
leading to desorption of N3. In another paper, a similar MPN electrolyte based on an ionic 
liquid, 1-hexyl-2,3-dimethylimidazolium iodide was used. The Jsc decreased by ~13 % upon 
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the addition of 2.2 M water and 0.02 M Triton X-100 (surfactant).
30
 The authors also 
speculated that it is caused by the desorption of dye which is N719 in this case (see Fig. 1.7). 
In fact, desorption of another ruthenium-based dye, Z907 has been shown by two-dimension 
transmission mapping of DSSCs near the filling hole (where electrolyte was injected during 
cell assembly) when a water electrolyte based on another ionic liquid, 2-propyl-1-
methylimidazolium iodide (PMII), was employed.
31
 This results in a >2 fold reduction in Jsc in 
the area near the filling hole, when compared to most of the other area of the cell. Apart from 
ruthenium-based dyes, organic dyes have also been reported to desorb from TiO2 surface in the 
presence of water.
32
 When 10 vol% water as added to a LiI-based acetonitrile electrolyte, a 
complete loss in conversion efficiency in DSSCs with the TPA2 dye (see Fig. 1.7) was 
observed after continuous exposure to 1-sun illumination for 300 hours. According to mass 
spectrometry and 
1
H NMR data, the cyanoacrylic acid unit of the dye was converted to the 
aldehyde group in the presence of water and upon exposure to UV light. The above speculation 
and observation of dye desorption are supported by data collected from density-functional 
molecular dynamics simulations of acetonitrile/TiO2 interfaces involving a water molecule by 
Sumita et al. It was found that water adsorbs on TiO2 captures holes generated by irradiation to 
form a cation radical, which may then attack dye molecule toward desorption.
33
 
Apart from dye desorption, a change in dye orientation toward TiO2 surface due to the 
presence of water has been suggested to cause the decrease in Jsc observed.
34
 In this study, 
prior to assembly with a water-free acetonitrile electrolyte, N3- and N719-sensitised TiO2 
electrodes were immersed in a solution containing 30 vol% water and 70 vol% ethanol for 20 
minutes. This resulted in a 20 % reduction in Jsc, when compared to electrodes without water 
treatment. According to data collected from photoelectron spectroscopic (PES) measurements, 
the presence of water causes a change in orientation of the dye and forces the NCS ligand 
toward the TiO2 surface. In the case of N719, PES results also show that water induces 
desorption of tetrabutylammonium counterion (TBA
+
). Nonetheless, DSSC with Z907 showed 
no decrease in Jsc upon treatment in water-containing solution prior to cell assembly. The 
authors attributed this to the presence of hydrophobic chains on Z907 which effectively inhibits 
the surface reorganisation by water.  
In some long-term stability studies of DSSCs based completely on organic solvent, water 
was believed to be one of the culprits of their degrading performance over time. For example, 
the photocurrent of N3 DSSCs with LiI-based ACN electrolyte was found to become diffusion-
limited after exposing to 1-sun illumination at 45 °C for over 40 days.
35
 The authors proposed 
34 
that water may cause the formation of iodate in the expense of triiodide, leading to bleaching of 
electrolyte (see equation (3)).  
    
           
          (3) 36 
Although no sign of iodate was observed in Fourier transform infrared analysis, the authors 
argued that the concentration of water was found to be higher in cells which showed diffusion-
limited photocurrent. Bleaching of electrolyte has also been studied in another paper where 
Z907 DSSCs with a PMII-based MPN electrolyte also showed diffusion-limited photocurrent 
after experiencing an accelerated ageing test (1 sun visible light, 1.5 suns UV light, at 110 °C 
for 12 hours).
37
 A reduction in triiodide concentration was also observed in these cells by a 
camera imaging technique where the cells were photographed under controlled illumination 
conditions.
38
 However, the authors did not relate these results to the formation of iodate or the 
presence of water. Recently, Flasque et al. published a paper which focuses on electrolyte 
bleaching and they do not agree on the formation of iodate in aged cells.
20
 Therefore, up to 
now, it is still not clear whether water causes bleaching of electrolyte in DSSCs. In any case, 
these studies have created a general impression that water is bad for DSSCs. 
Despite the general view that water degrades DSSCs, there are a few studies where water 
was added to the electrolyte on purpose to improve cell performance. Zhu et al. claimed that 
recombination rate decreased by 4-fold upon the addition of 10 vol% water to both of the two 
tetrabutylammonium iodide-based electrolytes (one in MPN, the other in ACN/valeronitrile (85 
: 15 by volume)) in Z907 DCCSs, according to electrochemical impedance spectroscopy (EIS) 
data.
39
 The authors also reported that the addition of water does not reduce the cell stability 
during 1000-hour continuous (AM 1.5) illumination. In another study, a sodium bis(2-
ethylhexyl) sulfosuccinate (aerosol OT or AOT)/water system was proposed to reduce 
recombination in DSSCs with triiodide/iodide-based electrolytes.
40
 A ~50 % reduction in 
recombination rate measured by EIS was observed at 1 sun upon the addition of 1 mM sodium 
bis (2-ethylhexyl) sulfosuccinate (AOT) and 10 mM water in an ACN/valeronitrile electrolyte 
based on an ionic liquid, 1-butyl-3-methylimidazolium iodide. 
Other than being used as an additive, water has also been employed as a major solvent in 
electrolytes in some studies. Su et al. fabricated DSSCs with a mercurochrome dye and 
electrolyte with a Fe
(III)/(II)
 redox couple in 35 vol% ethanol and 65 vol% water, which 
produced a Jsc of ~6 mA cm
-2 
and an overall efficiency of 0.95 %.
41
 In second attempt, they 
used a range of natural dyes with an electrolyte based on a Ce
(IV)/(III)
 redox couple in 35 vol% 
35 
ethanol and 65 vol% water.
42
 The cells with the Rhoeo spathacea (Sw.) Stearn dye gave a Jsc 
of 10.9 mA cm
-2
 and an overall efficiency of 1.49 %. In another research group, using a natural 
dye from pomegranates containing a mixture of six pigments and a 100 % water sodium 
iodide-based electrolyte, a Jsc of 1 mA cm
-2
 and a Voc of 0.45 V were achieved under 0.4 sun-
equivalent illumination. There are two more papers which studied DSSCs with 100 % water-
based electrolytes. A N3 DSSC with KI-based water electrolyte produced 2.7 mA cm
-2
, 0.37 V 
and 0.6 % efficiency
43
 while another N3 cell with LiI-based water electrolyte gave 2.7 mA cm
-
2
, 0.44 V and 0.6 % efficiency.
44
 These were the best water-based cells fabricated before 2010. 
 
Fig. 1.8 Chemical structure of the TG6 dye. 
With an aim to gain a better understanding of the effect of water on DSSCs, our research 
group decided to fabricate and test a series of DSSCs with water contents ranging from 0 to 
100 % by volume. The results were presented in my MSci report and published in a paper.
45
 It 
was found that DSSCs with high water fractions (60, 80 and 100 %), the loss in photocurrent 
under 1-sun illumination relative to cells with water-free MPN electrolyte was mainly due to a 
diffusion limitation of triiodide instead of any fundamental problem with electron transfer 
kinetics at the TiO2/dye/electrolyte interface. It was proposed that the low diffusion-limited 
current density (JDL) in these cells was caused by incomplete wetting of the dye-sensitised TiO2 
surface by the electrolyte with high water contents. In spite of the relatively low JDL, a DSSC 
with the TG6 dye (see Fig. 1.8) and a 100 % water electrolyte containing 2 M PMII, 50 mM 
iodine, 0.1 M guanidinium thiocyanate (GuSCN), 0.5 M 4-tert-butylpyridine (TBP) and 1 
36 
vol% Triton X-100 was fabricated and achieved 4.7 mA cm
-2
, 0.74 V and 2.4 %. Also, an 
electrolyte with 20 % water fraction showed very good stability as tested by S. Pathirana, a 
MSci student in our research group. The efficiency of the cell with this electrolyte stayed the 
same after continuous exposure to 1-sun illumination (with a 430 nm longpass filter to 
eliminate the effects of UV light) at 35 °C at open circuit for 750 hours. These promising 
results have drawn attention to the use of water in the electrolytes of DSSCs again after 20 
years.  
As a continuation of my work in my MSci project, the wetting issue and JDL were 
examined in the first year of my Ph.D. project. By managing the wetting behavior and also the 
collection efficiency, an overall efficiency of 4 % was achieved in a DSSC with a water 
electrolyte. The results will be presented and discussed in Chapter 3 of this thesis. In the next 
part, the meaning of diffusion-limited current density (JDL) in liquid junction DSSCs will first 
be explained.  
1.6 Diffusion-Limited Current Density (JDL) in Liquid-State DSSCs 
Diffusion-limited current density (JDL) is the maximum current density which can flow 
through a cell. It is limited by the diffusion coefficient of the limiting species, the concentration 
of that species, the morphology of the pore space and the wetting of the TiO2 pores by the 
electrolyte. In the case of dye-sensitised solar cells with triiodide/iodide redox couple, since 
triiodide is usually present at >5 times lower concentration than iodide, triiodide is normally 
the limiting species. Possible causes for a low diffusion-limited current include low triiodide 
concentration, viscous electrolyte and poor wetting of TiO2 pores by the electrolyte. In water-
based dye-sensitised solar cells, the problem of poor wetting is more apparent. Since most of 
the dyes commonly employed in DSSCs are relatively hydrophobic, a poor wetting of TiO2 
surface which is covered by a monolayer of dye molecules is expected when using a water-
based electrolyte. 
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Fig. 1.9 One-sun and dark JV of a typical DSSC which Jsc is limited by JDL. TiO2 film: DyeSol, 7 μm; 
dye: 1:4 D149:chenodeoxycholic acid (cheno); electrolyte: water with 0.2 M NaI, 20 mM iodine, 0.1 M 
GuSCN and ~saturated cheno. 
JDL’s of DSSCs can be determined from saturation in photocurrent in the far reverse bias 
of the cell. Fig. 1.9 presents a dark and a 1-sun JV of a typical cell which Jsc is limited by JDL. 
In the dark, at reverse bias (to the left), a positive potential is applied to the TiO2. This leads to 
a depletion of electrons in TiO2, making it insulating. Therefore, the current measured is 
caused by the diffusion of iodide through the pores of TiO2 layer to the surface of bare SnO2 
and the diffusion of triiodide out of the porous TiO2 layer to the counter electrode. This can be 
shown by depositing a blocking layer (a thin compact TiO2 layer) to the SnO2 surface, which 
reduces current at reverse to near zero. The saturated current is caused either by the limited 
diffusion of iodide through the TiO2 pores to SnO2, which would result in a depletion of iodide 
near the SnO2 surface, or by the limited diffusion of triiodide out of the porous TiO2 layer to 
the counter electrode, which would lead to a depletion of triiodide near the counter electrode. 
In either case, when complete depletion occurs near the electrode, the current is limited by the 
diffusion of iodide or triiodide to the electrode but not by the electrode potential. As a result, 
the measured current plateaus at far reverse bias as observed in Fig. 1.9, which corresponds the 
JDL of the cell. If the wetting of TiO2 pores is poor, there will certainly be higher constrictivity 
and tortuosity, which inhibits ion diffusion, resulting in a lower JDL.  
When the cell is illuminated at short circuit, the same explanation can be applied. If 
injection and collection are kept constant, the current is limited by either the diffusion of iodide 
through the pores to reach the dye adsorbed deep inside the TiO2 film where the iodide 
regenerates the oxidised dye, or the diffusion of triiodide created deep inside the TiO2 film out 
of porous layer to the counter electrode. Therefore, when the JDL is so small that it falls below 
38 
the photocurrent that could be generated by the cell with the given injection and collection at 
short circuit, Jsc becomes limited by JDL as shown in the 1-sun JV in Fig. 1.9. 
On the other hand, TiO2 is conductive at far forward bias where electrons can flow 
through the TiO2 film. Triiodide is reduced and iodide is created only at the outer surface of the 
TiO2 film. Iodide and triiodide only need to diffuse through the electrolyte gap but not through 
the porous structure. Without the effect of contrictivity and tortuosity of the porous layer, the 
current plateaus at a much higher level, which is not usually observed as in Fig. 1.9 where the 
forward bias only goes as far as 0.8 V.  
1.7 Solid-State Dye-Sensitised Solar Cells 
Although a record efficiency of 12 % has been reached by liquid junction DSSCs,
23-24
 
their long-term stability is still questionable due to dye desorption, solvent evaporation and 
degradation and seal imperfections. This creates interest in the development of solid-state 
DSSCs where solid hole transporting material (HTM) is used instead of liquid electrolyte. 
These practical advantages over liquid-state DSSC, together with the high conversion 
efficiency of 7.2 % claimed by Burschka et al,
46
 have made solid-state DSSC a promising 
technology. Solid-state DSSC has a very similar basic structure to its liquid counterpart. The 
only difference is that the pores in the dye-sensitised TiO2 layer, together with the gap between 
the working and counter electrodes, are, ideally, completely filled by solid HTM in solid-state 
DSSCs. Hole (or positive charge) created upon regeneration of dye by HTM is transported to 
the counter electrode by a hopping mechanism towards the counter electrode instead of by ion 
diffusion as in liquid cell.  
In the early research of solid-state dye-sensitised solar cells, inorganic p-type 
semiconductors were often employed as the hole transporting material (HTM). Reasonably 
good conversion efficiencies were achieved when copper iodide was used.
47
 By sensitising a 
nanoporous film of TiO2 with the N3 dye and depositing copper iodide by drop casting, a Jsc 
of 0.8 mA cm
-2
 and an overall efficiency of 6 % were claimed under 0.05-sun illumination.
47c
 
However, the cell was relatively unstable. The Jsc decreased by ~20 % after only 5 hours of 1-
sun illumination. One of the suggested reasons responsible for the degradation is the loosening 
of the contact between the dye-sensitised TiO2 and copper iodide as CuI crystals are formed. 
Kumara et al. found that an ionic liquid, 1-methy-3-ethylimidazolium thiocyanate (MEISCN), 
can inhibit the growth of CuI crystals. With the introduction of MEISCN in the drop casting 
solution, a similar N3 cell with copper iodide gave 6.8 mA cm
-2
, 0.6 V and an overall 
efficiency of 3.8 % under 0.6-sun illumination.
47d
 The authors also suggested that MEISCN 
39 
improves the electrical contact between the dye-sensitised TiO2 and copper iodide. Better 
stability results than the previous study were also reported. After 2 weeks of continuous 0.6-
sun illumination, the Jsc decreased by 15 %. An alternative to CuI is copper thiocyanate 
(CuSCN), which has been reported to be more stable than CuI.
48
 One of the difficulties of 
employing CuSCN is its low solubility in most solvents. By electrodeposition, CuSCN was 
incorporated into the porous dye-sensitised zinc oxide film.
49
 The dye used here was 
Ru
IILL’NCS where L is 4’-(4-phenylphosphonate)-2,2’:6’,2’’-terpyridine and L’ is 4,4’-
dimethylbipyridine. Under 1-sun illumination, the cell gave 4.5 mA cm
-2
 and 0.55 V. It also 
showed good stability for several weeks when illuminated with sunlight filtered to remove the 
effect of UV light. By the application of a modified drop casting technique and n-
propylsulphide ((C2H7)2S) as the solvent, an improved pore filling by CuSCN was achieved in 
a TiO2/N3 cell which gave 7.8 mA cm
-2
, 0.6 V and an overall efficiency of 2 %.
50
 In another 
study, with an aim to enhance the p-type conductivity of CuSCN, triethylamine was added to 
the CuSCN solution to form Cu5[(C2H5)3N]3(SCN)11.
51
 The introduction of triethylamine was 
reported to increase the conductivity of CuSCN by >10 fold and the resulting TiO2/N719 cell 
with this copper complex produced 10.5 mA cm
-2
, 0.56 V and 3.4 % efficiency. However, no 
stability data was reported in this paper, making the stability of this cell questionable. 
As opposed to p-type inorganic materials, the properties of organic materials, such as 
solubility, band gap and hole mobility, are more easily tuneable by synthesis. Therefore, they 
are also often used as the HTM in solid-state DSSCs. Organic small molecules like 
pentacene,
52
 triarylamine-type oligomers
53
 and polymers such as polyaniline,
54
 polypyrrole,
55
 
poly[2-methoxy-5-(2'-ethylhexyloxy)-p-phenylene vinylene] (MEHPPV)
56
 and poly(3,4-
ethylenedioxythiophene) (PEDOT)
57
 have been incorporated in solid-state DSSCs as HTMs. 
But none of them shows a conversion efficiency higher than 3 %. The best result among them 
was achieved by a TiO2/Z907/PEDOT cell where PEDOT was deposited by 
photoelectropolymerisation.
57b
 This cell gave 5.3 mA cm
-2
, 0.75 V and an overall efficiency of 
2.85 %. Another promising polymer, poly(3-hexylthiophene) (P3HT) has also been studied for 
years
58
 due to its high conductivity and good stability at room temperature. Using P3HT as 
HTM and Sb2S3 as sensitiser, an inorganic-organic heterojunction solar cell with 
nanostructured TiO2 claimed 13 mA cm
-2
, 0.65 V and 5.13 % efficiency.
59
 The same JV 
characteristics were shown from this cell after one month of storage in ambient atmosphere but 
the cell stability under light was not reported. 
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Fig. 1.10 Chemical structures of spiro-OMeTAD and FK102. 
None of the HTMs mentioned above works better in solid-state DSSCs than 2,2’,7,7’-
tetrakis-(N,N-di-p-methoxyphenylamine)9,9’-spirobifluorene (spiro-OMeTAD). It is mainly 
due to its relatively high solubility and amorphous nature. A Jsc of 3.18 mA cm
-2
 under 1 sun 
was first reported by Bach et al. in a N719 cell with spiro-OMeTAD.
60
 In this cell, the HTM 
layer was deposited by spin-coating a solution of 0.17 M spiro-OMeTAD in chlorobenzene 
containing N(PhBr)3SbCl6 and Li(CF3SO2)2N. With the addition of a base, 4-tert-butylpyridine 
(TBP), to a similar HTM solution as above for spin coating, the performance of the N719 
DSSC based on spiro-OMeTAD was considerably improved by Kruger et al.
61
 The resulting 
cell showed a Jsc of 5.1 mA cm
-2
 and a Voc of 0.9 V, yielding an overall efficiency of 2.56 % 
at 1 sun. Since then, spiro-OMeTAD has attracted much interest and become a benchmark 
HTM in solid-state DSSCs. Up to now, the record efficiency of solid-state DSSC was claimed 
to be 7.2 %. In this device, an organic dye, Y123 (see Fig. 1.5) was used and a cobalt complex, 
FK102, was added (1.6 wt%) as a p-dopant to the spin-coating solution of 0.15 M spiro-
MeOTAD, 0.02 M lithium bis(trifluoromethylsulfonyl)imide (Li-TFSI) and 0.12 M TBP in 
chlorobenzene.
46
 FK102 is shown to enhance the conductivity of spiro-OMeTAD in the HTM 
layer. 
1.8 Pore Filling in Solid-State Dye-Sensitised Solar Cells 
The best efficiency obtained in solid-state DSSCs is still much lower than the 12 % 
achieved by liquid-state cells.
23-24
 One of the major losses in efficiency comes from the poor 
filling of the TiO2 pores by solid HTMs. The most studied reason comes from the spin-coating 
technique which we currently employ to deposit HTM. For this reason, the thickness the 
41 
porous TiO2 film is often limited to 2-3 μm (e.g. the cell with record efficiency of 7.2 % has a 
TiO2 film with a thickness of 2.5 μm), when compared to a TiO2 thickness of >7 μm usually 
used in liquid junction DSSCs. Another reason which may also play a part in the pore filling is 
the compatibility of the dye with the HTM. It has been reported that substituting a fluorine 
atom by a methoxy group in an organic dye enhances pore filling and surface coating by HTM, 
according data collected from scanning electron microscopy (SEM) and transient absorption 
spectroscopy (TAS) respectively.
62
 This results in increase in Jsc from 7.6 to 9.3 mA cm
-2 
and 
overall efficiency from 2.7 to 3.6 %. 
 
Fig. 1.11 Schematic diagram showing the pore filling issue in the porous TiO2 layer in solid-state 
DSSCs. 
The first issue with incomplete filling of TiO2 pores by solid HTM is its effect on dye 
regeneration. As shown in the left diagram of Fig. 1.11, when the dye molecules which are not 
in direct contact with HTM are excited upon absorption of a photon and inject an electron to 
the conduction band of TiO2, they cannot be regenerated by HTM. No charge collection can 
occur, resulting in a lower Jsc and thus efficiency. This is supported by the TAS results 
reported. When the pore filling fraction (i.e. the volume fraction of the pore filled by HTM) 
decreases from 65 to 26 %, the regeneration efficiency decreases from 94 to 57 % and the Jsc 
also decreases proportionally from ~5 to ~2.5 mA cm
-2
.
63
 
Pore filling fraction (PFF) also affects recombination in solid-state DSSCs. The holes 
created in HTM layer after the regeneration of a dye molecule need to travel a longer and more 
tortuous path before reaching the counter electrod (left diagram in Fig. 1.11), when compared 
42 
to a cell with good pore filling (right diagram in Fig. 1.11). As a result, the chance of 
recombination between an electron in the conduction band of TiO2 and a hole in the HTM 
layer increases. Therefore, Jsc and Voc will decrease, lowering the conversion efficiency of the 
cell. This is supported by the published transient photovoltage data.
63
 It was shown that the 
recombination lifetime decreases linearly with pore filling fraction. When PFF decreases from 
65 to 26 %, the recombination lifetime is reduced from 10 to 1.5 ms under 1-sun illumination.  
In order to obtain a reasonably good pore filling, either a thin film of porous TiO2 or a film 
with larger pore size has to be used. Both of these reduce the total surface area of the TiO2 
where the dye molecules can adsorb, resulting in a smaller number of dye molecules in the cell. 
Fewer photons can then be absorbed and the Jsc and efficiency will again decrease. It has been 
estimated, in a TiO2/Z907/spiro-OMeTAD cell, if the PFF could increase from 65 to 100 % 
regardless of the TiO2 thickness, the TiO2 thickness that gives the optimum overall efficiency 
would increase from 2 to 5 μm, leading to a higher light harvesting. This would result in a 25 
% relative efficiency improvement when compared to the state-of-the-art solid-state DSSCs 
with 2 μm thick TiO2 and a PFF of 65 %.
63
 However, it is noted that this estimation does not 
take into account the extra light absorbed by oxidised form of spiro-OMeTAD upon the 
increase in TiO2 thickness and the PFF. This may cause a small overestimation because it has 
been reported that the oxidised spiro-OMeTAD, which is required for appreciable conductivity 
of the HTM layer, also absorbs light in the visible region
64
 and thus reduces the incident 
photon to electron conversion efficiency (IPCE). 
1.9 Deposition Methods of Hole Transporting Materials 
Due to its ease and reliability, spin coating has been the most popular technique for 
depositing hole transporting materials in solid-state DSSCs. The mechanism of this deposition 
technique has been described in literature by Snaith et al.
65
 The HTM, spiro-OMeTAD, 
together with other additives, is first dissolved in a volatile solvent, chlorobenzene and then 
deposited onto the dye-sensitised TiO2 film to form a reservoir overlayer. When the spin-
coating starts, the solution at the surface flows off the substrate. As the spinning proceeds, the 
solvent (chlorobenzene) evaporates off, increasing the concentration of the solution. By 
diffusion and possibly convection, spiro-OMeTAD is driven down into the pores. As the 
solution concentration increases further to maximum, no more spiro-OMeTAD can be 
infiltrated deeper into the pores. In the end, all the solvent is evaporated, leaving behind only 
the solid HTM and additives with a thin overlayer of HTM and additives on top of the 
sensitised TiO2.  
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Pore filling fraction is dependent on the concentration of HTM solution, spinning speed 
and thickness of the porous TiO2 film.
65-66
 It was reported that for 2.8 μm thick TiO2 films, the 
pore filling fraction increased proportionally up to at 225 mg mL
-1
 of spiro-OMeTAD in 
chlorobenzene.
66b
 Any further increase in concentration did not increase pore filling fraction 
but instead increased the thickness of the overlayer of spiro-OMeTAD. This in turn resulted in 
an increase in the series resistance of the cell. On the other hand, when 3.0 μm films were used, 
slowing down the spinning speed from 2000 to 600 revolutions per minute (rpm) again 
increased pore filling fraction but slowing down further resulted in a thicker overlayer.
66b
 In the 
same paper, increasing the TiO2 layer thickness was found to reduce the pore filling fraction. 
The highest pore filling fraction reported so far is 85 % when a 2 μm film was used, compared 
to only 60 % when a 7 μm film was used.  
 
Fig. 1.12 Schematic diagram showing the film forming and material infiltration process during spin-
coating.  
Drop casting is another common method employed to deposit HTM in solid-state DSSCs. 
A small amount of concentrated HTM solution is dispensed onto the film and the solvent is 
allowed to evaporate off completely under ambient conditions. However, this technique is not 
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as reproducible and effective as spin coating because the thickness of overlayer is often found 
to be inhomogeneous over the film and TiO2 pores are poorly filled. It has been reported that 
pore filling can be improved by drop casting the HTM solution on the porous TiO2/dye film 
under vacuum due to a reduction in air cavities, changes in surface energy, and improved 
wetting of TiO2 surface by the HTM solution.
67
 Han et al. observed a better pore filling in a 7.2 
μm TiO2/N719 film by the HTM, poly(ethylene oxide) (PEO)/poly(vinylidene fluoride) 
(PVDF) when drop casting the HTM solution in vacuum according to data from energy 
dispersive x-ray spectrometry (EDS), relative to drop casting in ambient environment. This 
results in an increase in Jsc from 5.4 to 10.5 mA cm
-2 
and conversion efficiency from 1.33 to 
3.54 %.  
Doctor-blading, which is a roll-to-roll compatible and large-area coating technique, has 
also been reported to show similar pore filling fraction (65 % when 2.5-um films were used) to 
spin coating method.
68
 In this study, a 2 μm TiO2/Z907/spiro-OMeTAD fabricated by this 
method produced 6.9 mA cm
-2
, 0.73 V and an overall efficiency of 3 %. 
In order to obtain a pore filling fraction >65 % in a TiO2 film of thickness >2 μm, a new 
technique of HTM deposition is apparently required. It could be argued that pore filling can be 
enhanced by enhancing the solubility of HTM. This involves a change in chemical structure of 
the HTM, which may also result in a change in other properties such as the hole mobility of 
HTM. It could also be argued that the loss in light harvesting due to a smaller number of dyes 
adsorbed can be compensated by using dyes with higher extinction coefficients. Organic dyes 
such as D149 and D205 (structures shown in Fig. 1.13) have been synthesised for this purpose.
 
However, in any case, in principle, whenever HTM is deposited by solution, the pore filling 
fraction can never reach unity. As a result, the potential of these DSSCs can never be fully 
exploited. Therefore, the best way to circumvent the pore filling issues is to deposit HTMs on 
dye-sensitised TiO2 film without the use of any solvent. One promising technique which fulfils 
this requirement is the melt-processing method. Although an efficient pore filling and a good 
TiO2 surface coverage indicated by SEM images and TAS measurements respectively
69
 have 
been reported, the high temperature applied during melt-processing may degrade the dye 
adsorbed on TiO2. Also, the high melting temperature of Spiro-OMeTAD (~248 °C 
70
) may 
make this benchmark HTM employed in solid-state DSSCs not suitable for this method. 
Therefore, in the second and third year of my Ph.D project, the impact of heat on dye-
sensitised TiO2 film was first examined. Melt-processing of two different HTMs on dye-
sensitised TiO2 was also studied and applied in the fabrication of solid-state DSSCs. An overall 
45 
efficiency of 0.45 % was obtained by melt-processing spiro-OMeTAD on a TiO2/D149 film. 
The experimental results will be presented and discussed in Chapter 4. 
 
Fig. 1.13 Chemical structures of D149 and D205. 
1.10 Methylammonium Lead Halide Perovskite Solar Cells  
Perovskite originally referred to a mineral containing calcium titania (CaTiO3), which was 
discovered and is named after a mineralogist, Lev Perovski. The term, perovskite, has now 
been extended to a whole class of compounds with the same ABX3-type crystal structure as 
CaTiO3. Recently, methylammonium lead halide perovskites (i.e. A = CH3NH3
+
; B = Pb
+
; X = 
Cl
-
, Br
-
, I
-
) have attracted much attention in the field of photovoltaics due to some of its unique 
properties. The optical, excitonic and electrical properties of methylammonium lead halide 
perovskites have been investigated over the last two decades.
71
 But it was not until 2009, 
methylammonium lead halide was first employed in DSSCs.
72
 In this paper, CH3NH3PbI3 
(methylammonium lead triiodide or MAPI) and CH3NH3PbBr3 (methylammonium lead 
tribromide or MAPB) were used as a dye to sensitise the TiO2 electrodes. A MAPI DSSC with 
an I2/LiI liquid electrolyte obtained 11 mA cm
-2
, 0.6 V and 3.81 % efficiency under 1-sun 
illumination. A higher Voc of 0.96 V but a lower Jsc (5.6 mA cm
-2
) were produced by a 
MAPB cell with a Br2/LiBr electrolyte, resulting in a conversion efficiency of 3.1 %, at the 
same light level. By modifying the surface of mesoporous TiO2 layer (mp-TiO2) by Pb(NO3)2 
and optimising the MAPI concentration, Im et al. improved the Jsc and overall efficiency of 
the cell to 16 mA cm
-2
 and 6.5 % respectively at 1 sun.
73
 In the same paper, a remarkable 
absorption coefficient of 1.5 x 10
4
 cm
-1
 at a wavelength of 550 nm of MAPI was also reported, 
when compared to 5 x 10
3
 cm
-1
 at 540 nm for the N719 dye. However, the stability of these 
cells is poor due to the fast dissolution of perovskites in liquid electrolyte. Degradation in cell 
performance by as much as 80 % was observed after continuous illumination for only 10 
minutes.  
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Fig. 1.14 Schematic diagram showing the structure of the methylammonium lead iodide (MAPI) 
perovskite. 
A year later, the problem of perosvkite dissolution was bypassed by replacing liquid 
electrolytes with a solid hole transporting material (HTM). Using 2,2′,7,7′-tetrakis-(N,N-di-p-
methoxyphenylamine)-9,9’-spiro-bifluorene (spiro-OMeTAD) as the HTM, Kim et al. 
increased the overall efficiency of mp-TiO2/MAPI cell significantly to 9.7 %.
74
 Considering 
the thickness of the mp-TiO2 layer is only 600 nm, it is very impressive that the cell manages 
to generate a photocurrent of 17.6 mA cm
-2
 and an incident photon to electron conversion 
efficiency (IPCE) of >50 % from light with a wavelength of 450 nm up to 750 nm. The authors 
also presented a mp-TiO2/MAPI/spiro-OMeTAD cell with no degradation in cell performance 
(overall efficiency, in fact, increases from ~6.8 to ~8.2 % when measured at 1 sun) after 
storage in air at room temperature in the dark for 500 hours. However, no data of cell stability 
under light were reported. At about the same time, another perovskite, CH3NH3PbI3-xClx, 
(methylammonium lead iodide chloride or MAPIC) was employed in solar cells with a mp-
TiO2 film and spiro-OMeTAD as HTM.
75
 A Jsc of 18 mA cm
-2 
and an overall efficiency of 7.6 
% were obtained by Lee et al. but no stability data were reported. There have also been 
attempts to employ HTMs other than spiro-OMeTAD. Among the four polymers investigated, 
a polytriarylamine polymer (PTAA) worked the best in a mp-TiO2/MAPI system, producing 
12.0 % efficiency with a Voc of 1 V.
76
 The high Voc in this cell relative to a mp-
TiO2/MAPI/spiro-OMeTAD was attributed to the more negative highest occupied molecular 
orbital (HOMO) energy level of PTAA (-5.2 eV)
77
 than that of spiro-OMeTAD (-5.11 eV). 
Using a bromide-containing perovskite, CH3NH3Pb(I1-xBrx)3 instead of MAPI, together with 
PTAA as the HTM, a similar efficiency of 12.3 % was obtained by Noh et al.
78
 The authors 
also reported that above certain bromide content (x > 0.2), the cells successfully maintained 
their overall efficiency (9-10 %) after storage in air at room temperature without encapsulation 
for 4 days at a humidity of 35 %, followed by 1 day at 55 %, and finally at 35 % again for 15 
days. The power conversion efficiency (PCE) was further improved up to 15 % by Burschka et 
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al. when a sequential deposition technique was used to fabricate a mp-TiO2/MAPI/sprio-
OMeTAD cell,
79
 surpassing the highest reported efficiency of 12 % obtained in liquid 
electrolyte dye-sensitised solar cells. To test the device stability, a mp-TiO2/MAPI/sprio-
OMeTAD cell was encapsulated under argon and illuminated under 1-sun equivalent 
illumination from white light-emitting diodes at 45 °C for 500 hours. The cell was found to 
show no decrease in Jsc and retain >80 % of its initial PCE. It is noted that the initial PCE of 
the cell which underwent the ageing test was only 8 % initially. The loss in PCE was attributed 
to a reduced shunt resistance, leading to losses in Voc and fill factor. The authors also reported 
a better control of perovskite morphology and better reproducibility of cell performance by the 
sequential deposition this technique. 
 
 
Fig. 1.15 Chemical structure of poly[bis(4-phenyl)(2,4,6-trimethylphenyl)amine] or PTAA. 
While TiO2 has been playing an unrivalled role in the DSSC technology for more than 20 
years, there have been attempts to replace TiO2 by Al2O3 in perovksite solar cells. By replacing 
TiO2 by a 0.5 µm thick film of Al2O3 nanoparticles, the Voc of MAPIC cell with spiro-
OMeTAD increased by ~200 mV with no change in Jsc, improving the overall efficiency from 
7.6 to 10.9 %.
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 Noting that alumina is an insulator with a wide band gap of 7 to 9 eV and a 
conduction band much higher than TiO2, photo-excited electron in MAPIC cannot be injected 
to it. Therefore, alumina acts only as a meso-superstructured scaffold for MAPIC and electrons 
are transported through the MAPIC, without the involvement of Al2O3, to the FTO electrode. 
According to transient absorption and photoluminescence data, the effective diffusion length of 
electrons in MAPIC was later reported to be >1 µm,
80
 making it possible to generate a 
photocurrent as high as 18 mA cm
-2
 even when using the insulating Al2O3. The use of alumina 
also eliminates the loss in injection potential, leading to the observed increase in Voc by ~200 
mV. Although a stable optical density at 500 nm of an encapsulated meso-superstructured 
Al2O3/MAPIC/spiro-OMeTAD film after a 1000-hour 1-sun illumination was demonstrated, no 
stability data of complete devices were presented. With an aim to reduce the manufacturing 
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cost of perovskite solar cell, new processing methods of meso-superstructured Al2O3 (ms-
Al2O3) film and compact TiO2 blocking layer at a low temperature of 150 °C were 
demonstrated.
81
 By optimising the thickness of Al2O3 film and TiO2 blocking layer, a record 
efficiency of 15.9 % under 1-sun illumination was claimed by a ms-Al2O3/MAPIC/spiro-
OMeTAD perovskite solar cell.
81b
 It is noted that this power conversion efficiency is calculated 
from the maximum power output on the JV curve which was scanned from forward bias to 
short circuit. In a paper published a few months later, the same research group reported that the 
direction and rate of scanning in fact have a great effect on the JV curve measured and the 
corresponding maximum power point (MPP) of ms-Al2O3/MAPIC/spiro-OMeTAD devices.
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For example, at a scan rate of 1 mV s
-1
, scanning from forward bias to short circuit (FB-SC) 
gives a maximum power output of 13.7 mW cm
−2
, relative to 8.9 mW cm
−2
 when scanned in 
the opposite direction. However, the authors have also shown that the MPP (15.5 mW cm
−2
)
 
of 
an Al2O3/MAPIC/spiro-OMeTAD cell calculated from the JV scanned in the FB-SC direction 
matches the steady-state MPP measured within 0.74 and 0.75 V for 500 seconds. Therefore, 
they argued that the 15.9 % efficiency reported in the previous paper could still be a good 
estimate of the steady-state efficiency. Another point to note is that no stability results were 
reported in this paper. In fact, the general stability of ms-Al2O3/MAPIC solar cell is 
questionable due to the limited ageing studies found in literature. In one such study, the PCE of 
an encapsulated ms-Al2O3/MAPIC/spiro-OMeTAD device was actually shown to decrease 
from ~11 to ~6 % after continuous illumination at 0.8-sun (without UV cutoff filter) at 40 °C 
for 200 hours.
83
 But it is also worth noting that for the next 800 hours, the efficiency of the 
same cell had remained stable at ~6 % when ageing in the same environment. 
Efficient planar heterojunction perovskite solar cells, with no mesostructure, have also 
been reported. By spin-coating MAPIC on a flat TiO2 film, a MAPIC/spiro-OMeTAD solar 
cell was shown to give 8.6 % efficiency.
84
 In the same paper, the efficiency was found to 
increase significantly to 15.4 % when depositing MAPIC by dual source vapour deposition of 
methylammonium iodide and lead chloride. However, it is noted that the efficiency reported 
here is calculated again from the JV scanned in the FB-SC direction. It has been demonstrated 
that the steady-state efficiency of a planar heterojunction MAPIC/spiro-OMeTAD cell is only 
~8 %, relative to 14.4 % calculated from FB-SC scanned JV.
82
 Therefore, it is questionable if 
the vapour deposited device has the same steady-state efficiency as the one reported. 
Although the efficiency of perovskite solar cells has been rising rapidly, little attention 
has been paid to the critical issue of device stability. In the fourth year of my Ph.D project, the 
stability of the mp-TiO2/MAPI perovskite cells was investigated. An encapsulated perovskite 
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solar cell with spiro-OMeTAD as the HTM has been fabricated and exposed to 40 sun-
equivalent constant illumination for 63 hours (which delivers over 2700 hours equivalent of 1 
sun photo-excitations). The loss in the cell’s Jsc was only 7 %, however the loss in Voc was 
190 mV (24 %) at 1 sun. The experimental results will be presented and discussed in Chapter 5 
of this thesis. 
1.11 Aims of the Thesis  
This thesis consists of there parts: water-based dye-sensitised solar cells, melt-processing 
of hole transporting materials in solid-state dye-sensitised solar cells and stability study of 
perovskite solar cells. The aims and objectives of each part are summaried as follows: 
Water-Based Dye-Sensitised Solar Cells (Chapter 3) 
Even with the application of permeation barrier and encapsulation, the slow tramission of 
water through the barrier will still result in considerable amount of water in dye-sensitised 
solar cells over time. The aims of Chapter 3 are to study the effect of water on liquid-state 
DSSCs, to find out the fundamental limitations in water-based DSSCs, and to optimise the 
overall efficiency of water-based DSSCs.   
Melt-Processing of Hole Transporting Materials in Solid-State DSSCs (Chapter 4) 
Spin-coating technique has been commonly employed to deposit hole transporting material 
in solid-state DSSCs. It has been found to give poor filling of TiO2 pores, which will then 
result in a slower regeneration, degradation of dye molecules and thus, a lower overall 
efficiency of the solar cell. The aims of Chapter 4 are to investigate the effect of heating dye-
sensitised TiO2 films in air and melt-processing hole transporting materials onto dye-sensitised 
TiO2 films on the resultant cell performance and to optimise the overall efficiency of solid-
state dye-sensitised solar cells made by melt-processing technique. 
Prelimenary Stability Study of Perovskite Solar Cells (Chapter 5) 
Recently, methylammonium halide perovskite solar cells have attracted much interest 
in the photovoltaic field as high overall efficiencies (>15 %) have been reported in literature. 
However, research on the stability of perovskite solar cells found in literature is very limited. 
This makes the stability of these solar cells questionable. The aims of Chapter 5 are to 
investigate the stability of methylammonium halide perovskite when stored under different 
conditions and to examine the photo-stability of complete methylammonium iodide (MAPI) 
solar cells. Although the tests performed in this study are rather preliminary, the experimental 
results provide insights on the further development of perovskite solar cells.
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Chapter 2 
Experimental Methods 
 
2.1 Materials 
All materials were used as received. Transparent conductive fluorine:SnO2 (FTO) 
glasses, LOF Tec 15 were purchased from Hartford Glass (Indiana, USA). TiO2 nanoparticle 
paste DSL18NRT (referred to as DyeSol pasted later in this thesis) was purchased from 
DyeSol (NSW, Australia). Another transparent TiO2 nanoparticle paste used in Chapter 4 was 
made following published recipes 
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 by Dr. X. Li in our research group. A more scattering TiO2 
paste (referred to as G24i paste later in this thesis) was formulated at G24i (Wales). 
H2PtCl6, TiCl4-tetrahydrofurn (THF), chenodeoxycholic acid (cheno), acetylacetone, 
titanium iso-propoxide, sodium iodide, lithium iodide, iodine, guanidinium thiocyanate, 
guanidinium carbonate, hydriodic acid, aluminium tri-sec-butoxide (Al(OBu
s
)3), 1,2-
dihydroxybenzene (catechol), nitrosonium tetrafluoroborate (NOBF4), 4-tert-butylpyridine 
(TBP) and bis(trifluoromethane)sulfonamide lithium salt (Li-TFSI), zinc powder, lead iodide, 
methylamine, N,N′-bis(3-methylphenyl)-N,N′-diphenylbenzidine (TPD), chlorobenzene, γ-
butyrolactone (GBL), acetonitrile (ACN), 3-methoxypropionitrile (MPN) were purchased from 
Sigma-Aldrich. Tert-butanol (TBA) and propylmethylimidazolium iodide (PMII) were 
purchased from Alfa Aesar. Nitric acid, hydrochloric acid, absolute ethanol, diethyl ether, 
toluene and isopropanol (IPA) were purchased from VWR. 2,2’,7,7’-tetrakis-(N,N-di-p-
methoxyphenylamine)9,9’-spirobifluorene (spiro-OMeTAD) used in Chapter 4 and 5 was 
purchased from Merck kGaA. The hole transporting polymer poly(3-hexylthiophene-2,5-diyl) 
(P3HT) was purchased from Merck while poly-thieno[3,2b]thiophene-diketopyrrolopyrrole-co-
thiophene (DPPTTT) was synthesised by the research group of Prof. Iain McCulloch in 
Imperial College, London.
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 Water used as solvent in electrolyte of DSSCs in Chapter 3 was 
deionised by ElgaPurelab Option-Q (resistivity: 18.2 Mohms cm @19 °C). Graphite powder 
used as the counter electrode of solid-state dye-sensitised solar cells in Chapter 4 was 
purchased from VWR. Gold pellets evaporated as the counter electrode of perovskite solar 
cells in Chapter 5 were purchased from Kurt J. Lesker.  
Z907 used in Chapter 3 was kindly provided by Dr. M. K. Nazeeruddin (EPFL, 
Switzerland). Z907 used in Chapter 4 was purchased from Sigma-Aldrich. D149 was 
51 
purchased from Sigma-Aldrich. N719 purchased from DyeSol. TG6 was synthesised
87
 and 
kindly provided by Professor Tarek H. Ghaddar (American University of Beirut, Lebanon).  
2.2 Fabrication of Liquid-State Dye-Sensitised Solar Cells 
2.2.1 Preparation of Working Electrodes 
FTO substrates were first washed with a glass cleaner, followed by rinsing with deionised 
(DI) water and isopropanol (IPA). They were air-dried for 5 minutes and then heated on a 
hotplate (Detlef Gestigkeit Elektrotechnik) at 450 °C for 30 minutes.  
 
Fig. 2.1 Schematic diagram showing the procedures of the ‘doctor blade’ technique. 
Doctor Blading 
Film of TiO2 nanoparticle was deposited onto the conductive side of the FTO substrate by 
the “doctor blade” technique as described in literature.88 Depending on the thickness of the 
TiO2 film required, one or two layers of Scotch Magic Tape was used to mask the four sides of 
substrate as shown in Fig. 2.1. TiO2 paste was drawn down along the FTO substrates by using 
a glass pipette (VWR). The scotch tapes were carefully peeled off, leaving a thin layer of TiO2 
paste in the unmasked area. The paste was heated on the hot plate, (Detlef Gestigkeit 
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Elektrotechnik) with a ramping in temperature from 25 to 450 °C in 10 minutes and then at a 
constant temperature of 450 °C for 30 minutes. After cooling down to room temperature, the 
thickness of the TiO2 film was measured by the Tencor Alphastep 200 Automatic Step Profiler. 
Post-TiCl4 Treatment 
Post-TiCl4 treatment was applied to TiO2 films as described in papers.
89
 TiCl4-THF (0.8 
g) was dissolved in DI water (80 mL) by stirring the solution for 30 minutes to give a 30 mM 
TiCl4 solution. The FTO substrates with TiO2 films were immersed in a glass Petri dish filled 
with the TiCl4 solution. The Petri dish covered by a glass lid was then placed in an oven 
(Heraeus) preset at 70 °C for 30 minutes. The TiO2 films were rinsed in DI water and heated 
on the hotplate at 450 °C for 30 minutes.  
Dye Sensitisation 
Each FTO substrate was cut into five 1.6 x 2.5 cm
2
 pieces. The edges of TiO2 film were 
scraped off to leave an area 1 x 1 cm
2
 in the centre of the substrate. The substrates were heated 
on the hotplate at 450 °C for 30 minutes. The warm substrates were immersed in the vial 
containing the required dye solution and left in the dark at room temperature for 20 hours 
(ruthenium-based dyes) and 3 hours (D149). 
2.2.2 Preparation of Counter Electrodes 
FTO substrates were cut into 1.6 x 2.5 cm
2
 pieces. Two holes were drilled at specific 
positions on each piece as shown in the Fig. 2.2 by using a mechanical drill (RS Components) 
with a 1 mm diamond drill head (Diama). The substrates with drilled holes were cleaned with a 
glass cleaner, followed by rinsing with DI water and isopropanol (IPA). They were air-dried 
for 5 minutes and then heated on a hotplate at 450 °C for 30 minutes. 4 μL of H2PtCl6 (5 nM) 
in IPA was spread evenly on the central 1 x 1 cm
2 
area of the conductive side of the glass. They 
were then heated at 400 °C for 30 minutes. 
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Fig. 2.2 Schematic diagram showing the positions of the drilled holes, the Surlyn and the platinised area 
of a counter electrode. 
2.2.3 Cell Assembly 
A 1 x 1 cm
2
 hole was cut out from a piece of 1.6 x 1.6 cm
2
, 25 μm thick Surlyn gasket 
(Solaronix, SX1170-25PF) together with a piece of transparent polypropylene layer at the back 
by using a hole punch (Woodware Craft Collection). The Surlyn gasket was melted onto the 
conductive side of a platinised FTO substrate (i.e. the counter electrode) by using a heat press 
(Geo Knight, K8) preset at 120 °C. A working electrode was removed from the dye solution 
and immersed in ACN for 15 minutes before use. After drying in air for 1 minute, the working 
electrode was placed on top of the counter electrode, with the conductive sides of the two 
electrodes facing each other. The stack was heated with pressure by the heat press at 120 °C for 
1 minute to melt the Surlyn. An electrolyte (2.5 μL) was injected into the space between the 
two electrodes via one of the drilled holes on the counter electrode by a pipette. The two drilled 
holes were then sealed by Surlyn and a glass cover slip (VWR) by using a hot iron to complete 
the cell assembly. Solder alloy (Cerazolzer, GS155) was deposited on the four sides of the cells 
by an ultrasonic soldering system (MBR Electronics GmbH).  
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Fig. 2.3 Schematic diagram showing the procedures of assembling DSSC. 
2.3 Fabrication of Solid-State Dye-Sensitised Solar Cells 
2.3.1 Spray Pyrolysis 
FTO substrates were first washed with a glass cleaner, and then rinsed with DI water and 
IPA. They were air-dried for 5 minutes. A compact TiO2 layer (backing layer) was deposited 
on top of the conductive FTO layer by spray pyrolysis deposition (SPD).
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 With the conductive 
side facing up, the FTO substrates were placed on the hot plate (Detlef Gestigkeit 
Elektrotechnik). Microscope slides were used to cover about 0.5 cm of each side of the glasses 
to leave a conductive area for electrical contact for measurements. The temperature was then 
set to 450 °C for 30 minutes. A solution consisted of 0.4 mL acetylacetone, 0.6 mL 
titanium(IV) isopropoxide and 9 mL absolute ethanol was sprayed onto the glasses by means 
of a spray nozzle. Each next spray was applied after a 10 second pause to complete the 
pyrolysis of the previous layer and to restore the original substrate temperature. Sprays were 
applied across the whole area (20 x 28 cm
2
) of hotplate until 4 grams of solution was used 
(about 10 sprays). The pressure of the carrier gas (air) was always kept at 0.2 bar during the 
spraying process. Afterwards, the FTO glasses were heated at 450 °C for another 30 minutes to 
ensure a complete formation of TiO2 on the uncovered area of the substrate. 
Deposition of TiO2 by the doctor blading technique, TiCl4 treatment and dye sensitisation 
were then applied to these FTO substrates with compact TiO2 layer in the same way as in the 
fabrication of liquid junction DSSCs. 
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2.3.2 Melt-Processing of Hole Transporting Materials 
 
 
Fig. 2.4 Schematic diagram showing the procedures of melt-processing HTM on a TiO2/dye film. 
The dye-sensitised TiO2 film, together with a clean glass plate on top, was placed in a 
screw holder (see top diagram of Fig. 2.4). About 8-10 mg of the solid HTM was placed on the 
interface where the two glasses meet (see Fig. 2.4). With the top glass plate only gently 
screwed, the whole screw holder was then placed on the hotplate pre-set at a temperature 
which is 7-10 °C higher than the melting point of the HTM. The slightly higher temperature 
used above the melting point reduces the melting time and thus, the time the dye was exposed 
to this high temperature. In the case where additives were employed, HTM and additives were 
heated on the hot plate (again at 7-10 °C above melting point of the HTM) before this melted 
mixture was transferred by using a hot glass pipette to the interface of the two glasses which 
were preheat at the same temperature on the hotplate. By capillary action, the HTM melt was 
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drawn through the porous TiO2 (takes ~1 minute). Once the HTM melt covered all the dye-
sensitised TiO2 area, the screw was tightened with high pressure to reduce thickness of the 
overlayer of HTM on top of the dye-sensitised TiO2 layer. The screw holder was then removed 
from the hotplate and cooled on a metal block. The top glass plate was pulled away after the 
TiO2/dye/HTM film was cooled back to room temperature and the HTM completely solidified. 
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2.3.3 Graphite Counter Electrodes 
Graphite powder was spread evenly in a 1 x 1 cm
2
 basin at the bottom of a holder (see 
Fig. 2.5). The TiO2/dye/HTM film (working electrode) was placed into the holder and faced 
down so that the active area was fully covered by the graphite basin. A 3 mm thick glass plate 
is placed on top of the working electrode in order to fix its position. The top glass plate was 
held in place by two screws on the two sides. The graphite basin was then raised towards the 
HTM layer of the working electrode by using a metal screw located on the bottom of the 
holder. Electrical contact was made at the conductive area (where there is no backing layer) on 
the working electrode and another at the metal bottom screw to complete the circuit.  
 
Fig. 2.5 Schematic diagram showing the construction of graphite counter electrode. 
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2.4 Fabrication of Mesoporous-TiO2/CH3NH3PbI3 Perovskite Solar Cells 
2.4.1 Preparation of Methylammonium Iodide 
Methylammonium iodide was prepared as published recipe.
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 Hydroiodic acid was slowly 
added to a solution of methylamine in absolute ethanol with stirring at 0 °C. This solution was 
allowed to stir for two hours for complete reaction. The solvent was removed via rotary 
evaporation. The off-white precipitate was washed with diethyl ether and recrystallised from 
absolute ethanol. The samples were stored in a desiccator until use. 
2.4.2 Cell Fabrication 
FTO substrates were cut into 2.5 x 2.5 cm
2
 pieces. An area of 1.1 x 2.5 cm
2
 of FTO was 
removed by etching by zinc powder and 2 M hydrochloric acid (see Fig. 2.6). The etched 
substrates were rinsed with DI water and ethanol to remove any remaining zinc or HCl. Then, 
the substrates were cleaned with a glass cleaner, followed by rinsing with deionised (DI) water 
and IPA. A compact TiO2 blocking layer was deposited on FTO glass substrates spray 
pyrolysis as in the fabrication of solid-state DSSCs. Once cooled down, a diluted paste of TiO2 
nanoparticles from G24i (50 wt% in water) was spin-coated onto the glass substrates. Upon 
heating on the hotplate at 450 °C for 30 minutes, a mesoporous layer of TiO2 was formed. The 
thickness of the TiO2 film was ~0.5 µm as measured by the Tencor Alphastep 200 Automatic 
Step Profiler. A 1:1 molar solution of lead iodide and methylammonium iodide in gamma-
butyrolactone (1.25 M) was heated and stirred at 60 °C for 1-2 hours until a clear yellow 
solution was formed. Before use, the mixture was allowed to cool to room temperature and any 
precipitate was separated from the solution via centrifuging at 8000 revolutions per minute 
(rpm) for 30 minutes. The supernatant was spread onto the mesoporous TiO2
 
(mp-TiO2), 
allowed to sit for 45 seconds and then spin-coated at 1200 rpm for 45 seconds in air (humidity: 
~40 %). The substrates were then dried at 100
 
°C for 15 minutes to form the CH3NH3PbI3 
(MAPI) perovskite. Three hole transporting material (HTM) solutions, all in chlorobenzne, 
were prepared: (i) 68 mM spiro-OMeTAD, 9 mM Li-TFSI and 55 mM TBP (ii) 25 mg P3HT, 
9 mM Li-TFSI and 55 mM TBP and (iii) 16 mg DPPTTT, 9 mM Li-TFSI and 55 mM TBP. 
The resulting solution was spread onto the perovskite film and spin-coated at 1200 rpm for 45 
seconds. After that, the films were transferred to a nitrogen-filled MBRAUN glovebox 
(humidity: <0.01 %, relative oxygen concentration: <0.01 %). A gold counter electrode of 
~100 nm was then evaporated onto the HTM layer by the Kurt J. Lesker evaporator. The 
devices were then encapsulated in a nitrogen atmosphere in the glovebox by a glass coverslip 
and a Surlyn gasket (see Fig. 2.6) which was then melted with a soldering iron to form a seal. 
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Solder alloy (Cerazolzer, GS155) was deposited on the bare FTO and on the gold electrodes 
(area which was not covered by cover slip) by an ultrasonic soldering system (MBR 
Electronics GmbH). During measurements under light, a black mask with an area of 0.08 cm
2
 
was placed on top of the cell to avoid additional contribution from light falling on the device 
outside the active area.  
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Fig. 2.6 Schematic diagram showing the procedures of fabricating mp-TiO2/CH3NH3PbI3 perovskite 
solar cells. 
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2.5 Characterisation Techniques 
2.5.1 Optical Measurements 
All the samples were immersed in acetonitrile for 15 minutes and then air-dried for 5 
minutes before each measurement. UV-vis spectrophotometer (Thermo Electronic Corporation, 
Genesys 10UV) was used for optical measurements. Absorption of samples was measured over 
a spectral range from 300 nm to 800 nm, with 2 nm sampling intervals and using blank glass as 
reference.  
2.5.2 Current Density-Voltage (JV) Measurements 
DSSCs were illuminated at 1 sun by a 150 W Xenon lamp (Sciencetech, SS150W Solar 
Simulator) with an IR filer and an AM 1.5 spectral filter. During the measurements, the applied 
voltage was swept from 0 to 1 V and then back to -1 V before finishing at 0 V. Both the current 
and voltage were measured and controlled by a source meter (Keithley 2400). Before each set 
of measurements, the intensity of the light from the Xenon lamp was first calibrated with a 
silicon photodiode with a green filter, which has a spectral response similar to the absorption 
profile of the N719 dye. The light intensity was adjusted to within ± 0.5 % to that of AM 1.5. 
2.5.3 Transient Photovoltage and Photocurrent, and Charge Extraction Measurements 
Recombination, transport and trap density were characterised by transient measurements 
automated and analysed using the Transient and Charge Extraction Robot (TRACER) system 
designed and built by Dr. B. O’Regan.89b, 91 The system consists of five 1-W red light-emitting 
diodes (LEDs) controlled by a fast solid state switch to induce a pump pulse. An array of 10 
white LEDs was used to provide bias light. Transient recombination lifetime was measured 
from the transient decay of photovoltage at open circuit after a ≤100 µs flash from red LEDs. 
Transient transport lifetime was measured from the transient decay of the photocurrent at short 
circuit after the red pulse. Charge density at Voc was determined by measuring the decay of 
current transient after switching off the white bias light and switching the cell to short circuit 
simultaneously. The current transient measured across a 2 ohm measuring resistor was then 
integrated over a period of 4 seconds to give the total charge extracted. Charge density at Jsc 
was measured by the decay of current transient after switching off the white bias light. 
Integration of the resulting current transient for a period of 1 second to give the charge 
extracted. All the above measurements were made under a series of 7-8 bias light levels 
between 0.02 and 1.3 suns. 
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Chapter 3 
Water-Based Dye-Sensitised Solar Cells 
 
Abstract 
Dye-sensitised solar cells (DSSCs) employing iodine/guanidinium iodide redox couple in 
water as the only solvent have been fabricated. They show 4 % energy conversion efficiency 
under 1-sun illumination. This result is ~5 times higher than the best previously reported 
values. The wetting behavior of water electrolytes into the mesoporous dye-sensitised TiO2 
film is found to be critical, especially when using hydrophobic dyes. Chenodeoxycholic acid 
(cheno) was used as a surfactant which significantly improves the wetting of dye-sensitised 
TiO2 surface by water electrolytes. By adjusting the concentrations of iodine and iodide, the 
above optimum efficiency has been achieved. It is also proposed that the water electrolyte may 
have intrinsically high recombination rate due to the significantly lower binding constant of 
iodine with iodide in water relative organic solvent. 
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Chapter 3.1 
Improving Wetting and Diffusion-Limited Current Density in 
Water-Based Dye-Sensitised Solar Cells 
3.1.1 Introduction 
 
Fig. 3.1 a) One-sun JV curves vs. water content for cells with TG6 dye. Illuminated using simulated 
AM 1.5 (filtered xenon lamp) at 100 mW cm
-2
. b) Jsc vs. bias light intensity for selected W00 and high-
water-content cells. W00, W20, etc. refer to electrolytes with 0 %, 20 %, etc. water, relative to MPN. 
Percentages are Jsc relative to the W00 cell at the same light intensity. Illuminated using white light-
emitting diodes. (The photocurrents differ from panel (a) due to large spectral mismatch compared to 
AM1.5.). [These figures are reproduced with the permission of the rights holder, WILEY-VCH Verlag 
GmbH & Co. KGaA, Weinheim.]
45
 
As described in Chapter 1, before 2010, water had generally been considered to be 
poisonous for dye-sensitised solar cells (DSSCs). However, research regarding water in DSSCs 
was limited. This drove me to examine the effect of water on the performance of DSSCs in my 
MSci project in 2009. In that project, a series of cells with 0, 20, 40, 60 80 and 100 % water 
fractions relative to 3-methoxypropionitrile (MPN) were fabricated and tested.
45
 
As shown in Fig. 3.1 the electrolyte functioned with no decrease in cell performance with 
up to 40 % water fraction. At 60 % water fraction, there is no decrease in Jsc at 0.4-sun 
illumination and below. Even at 80 % water fraction, the loss in efficiency is only 15 % at up 
to 0.4-sun illumination. These results show that the basic functions such as injection, 
regeneration and transport can perform well in electrolyte with high water content. As the light 
intensity increases above 0.5 suns, the Jsc’s of DSSCs with 60 % or higher water fraction do 
not increase any further with light intensity (i.e. plateaued or saturated). These saturated 
photocurrents are virtually identical to the plateaus reached in their corresponding dark current 
in reverse bias as shown in Fig. 3.2a. It was concluded in my MSci report that this indicated 
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the saturation of Jsc’s of these DSSCs with high water content is caused by a diffusion 
limitation of current through the electrolyte system. Also, a buildup of electrons in TiO2 in 
DSSCs with 80 % and 100 % water fraction was observed as the light intensity increases past 
the level where the current saturates as shown in Fig. 3.2b. This indicates that the photo-
injected electron cannot flow out of the TiO2, which is likely to be caused by a limitation in 
triiodide diffusion out of the porous TiO2 and thus, a depletion of triiodide at the counter 
electrode. Phase segregation inside the pores of TiO2 and/or incomplete wetting by the high-
water-content electrolytes, were proposed to explain such a phenomenon in the Jsc’s of these 
cells. These interesting findings led me to carry on my research on water in DSSCs and extend 
my studies to electrolytes with only water as solvent in this Ph.D. project.  
 
Fig. 3.2 a) Dark and illuminated (≈0.8 suns) extended J–V curves for TS4 cells with varying water 
content. The sign of voltage is that applied to the counter electrode. b) Excess electron density in the 
TiO2 at short circuit (relative to dark) vs light level for different water content in TS4 cells.W00, W20, 
etc. refer to electrolytes with 0 %, 20 %, etc. water, relative to MPN. [These figures are reproduced with 
the permission of the rights holder, WILEY-VCH Verlag GmbH & Co. KGaA, Weinheim.]
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It is worth to note that in my MSci project, in order to avoid phase segregation in 
electrolytes, a relatively high volume fraction of the ionic liquid 1-propyl-3-
methylimidazolium iodide (PMII) was employed such that the actual water content was never 
above 60 %. In the case of 100 % water fraction, 1 % by volume of Triton X-100 (surfactant) 
was added to the electrolyte for the same reason. In the following work, instead of adding any 
extra surfactant which complicates the electrolyte system further, a simple system with sodium 
iodide, iodine and guanidinium thiocyanate (GuSCN) in water was first employed to solve the 
problem of phase segregation. GuSCN is commonly added in DSSCs and guanidinium ion 
(Gu
+
) was later found by our research group to reduce electron/iodine recombination rate 
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constant and thus, improve efficiency in DSSCs by binding strongly to the N719 and D131 
dyes and probably to dyes with a similar structure.
92
 
 
Fig. 3.3 Chemical structure of guanidinium thiocyanate (GuSCN). 
Due to the hydrophobic nature of dyes commonly used in DSSCs such as Z907, another 
probable limiting factor of water electrolyte is its poor wetting ability on the dye-sensitised 
TiO2 surface. This reduces the cross-sectional area through which the ion can diffuse and 
results in lower diffusion-limited current density (JDL). In this section, the effect of TiO2 and 
dye on JDL of water electrolyte will be examined by using symmetrical cells and an 
enhancement in wetting and JDL by the use of a wetting agent will be presented. 
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3.1.2 Experimental Methods 
Preparation of Symmetrical Cells: 
Both fluorine-doped tin oxide (FTO) plates were platinised. A series of symmetrical cells 
with progressively more layers were fabricated. They are platinised FTO plates only, with TiO2 
films, TiO2 films with TiCl4 treatment and TiO2 films with TiCl4 treatment and Z907 dye, all 
on both sides. These cells were assembled with 3 layers of 25 mm thick Surlyn sealant as 
opposed to only one layer in ordinary DSSCs. The extra thickness from the 3 layers of Surlyn 
allows the JDL to be measured with less interference from the cell series resistance. 3-
methoxypropionitrile (MPN) or water electrolyte with 0.1 M sodium iodide and 0.01 M iodine 
was introduced through holes on one side which were sealed with Surlyn and coverslip.  
 
Fig. 3.4 Schematic diagram of the symmetric cells used to examine JDL. [This figure is reproduced with 
the permission of the rights holder, The Royal Society of Chemistry.]
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Standard DSSCs were fabricated as described in Chapter 2. TiO2 nanoparticle paste 
DSL18NRT used in both symmetrical and standard cells was purchased from DyeSol (NSW, 
Australia). TiO2 electrodes were sensitised either in a 0.3 mM Z907 in tertbutanol (TBA)/ 
acteonitrle (ACN) (1:1 by volume) or 0.3 mM Z907 and 15 mM chenodeoxycholic acid 
(cheno) in TBA/ACN (1:1 by volume) for 20 hours. Current density vs. voltage (JV) 
characteristics were measured as described in Chapter 2.
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3.1.3 Results 
3.1.3.1 Symmetrical Cells in Water vs. MPN Systems 
 
 
Fig. 3.5 Top: Current density–voltage (JV) curves of different symmetrical cells with electrolyte 
consisting of 0.1 M NaI and 0.01 M iodine in water. Bottom: Current density–normalised voltage 
curves of different symmetrical cells with electrolyte consisting of 0.1 M NaI and 0.01 M iodine in 
MPN. Label, e.g. Pt–TiO2, refers to the symmetric structure Pt–TiO2–gap–TiO2–Pt (see Experimental 
Methods). Total thickness: 75 μm for all cells. TiO2: DyeSol, 7 μm. [These figures are reproduced with 
the permission of the rights holder, The Royal Society of Chemistry.]
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The JV’s of a series of four different symmetrical cells with water and MPN electrolyte 
are shown in Fig. 3.5. In the JV’s without any normalisation such as the top diagram of Fig. 
3.5, the gradient across the origin indicates the resistance to charge transfer across the 
electrolyte/electrodes interface or the transfer resistance. Since the transfer resistance in the 
cells with water electrolyte is very consistent, no normalisation is needed in their JV’s. 
However, the cells with MPN electrolyte show quite a big variation in transfer resistance. For a 
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better comparison of the JDL, the data in the bottom ‘MPN’ graph are normalised along the x-
axis so that the plateau currents are all shown in a similar voltage range. Note that this 
normalisation does not result in any change in JDL of any of the systems shown. 
The saturation current density at both forward and reverse bias indicates the diffusion-
limited current density (JDL). In these symmetrical cells, the addition of 7 μm porous TiO2 layer 
reduces the JDL by 30 % and 20 % in water and MPN electrolytes respectively. TiCl4 treatment 
on TiO2 surface reduces the JDL in both electrolytes by another ~20 %. However, when the 
TiO2 surface is sensitised with Z907, a drastic difference in the resulting JDL of water and MPN 
electrolyte is observed. The JDL of water electrolyte drops by 75 % when compared to the same 
system without Z907, while the JDL of MPN electrolyte remains the same. 
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3.1.3.2 Effect of Chenodeoxycholic Acid in Wetting 
 
 
Fig. 3.6 Chemical structure of chenodeoxycholic acid (cheno) 
 
Fig. 3.7 One-sun J–V curves of water-based DSSCs with and without cheno in the cell. Without cheno 
cell: TiO2 film: DyeSol, 7 μm; Dye: Z907; Electrolyte: water with 2 M NaI, 20 mM iodine and 1 M 
GuSCN. With cheno cell: identical except: dye solution had 1:50 Z907:cheno, electrolyte had 0.5 M 
GuSCN. [This figure is reproduced with the permission of the rights holder, The Royal Society of 
Chemistry.]
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Fig. 3.7 shows the JV of a standard Z907 DSSC with water electrolyte (red curve) and that 
of an identical system with chenodeoxycholic acid co-adsorbed with Z907 on the TiO2 surface 
(blue curve) under one-sun condition. The standard cell without cheno shows a Jsc of ~0.5 mA 
cm
-2
 which is limited by JDL as indicated by the plateau in photocurrent at reverse bias of its JV 
curve. The addition of cheno to the TiO2 surface clearly improves the JDL by ~10 fold, resulting 
in an increase in Jsc to about 2 mA cm
-2
, which is no longer diffusion-limited. 
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3.1.4 Discussion 
 
Fig. 3.8 Schematic diagram showing how applied voltage and additional layers of porous TiO2 affect 
the concentration gradient of triiodide in symmetrical cells. 
According to equation (4), diffusion-limited current density is directly proportional to the 
diffusion coefficient and the concentration gradient of the limiting ion. In this symmetrical cell 
experiment, due to the high binding constant of iodide and iodine (in water, KM = ~1000 and in 
organic solvent e.g. ACN KM = 4 x 10
6
; in MPN, KM >10
5
)
94
 and the relatively high iodide 
concentration (0.1 M), we can assume most of the iodine binds to iodide to form triiodide and 
the resulting concentration of triiodide in electrolyte is essentially the same as that of iodine 
added (0.01 M). Since triiodide concentration is 10 times lower than iodide concentration, 
triiodide is the limiting ion in this system.  
        (
  
  
) (4), 
71 
where F, D and dC/dx are Faraday constant, diffusion coefficient, concentration gradient of the 
limiting ions respectively. 
         
                   
   
  
        
  (5) 
As shown in Fig. 3.8a, the concentration of triiodide is the same everywhere in the 
symmetrical cell when no voltage is applied across the cell. But when a voltage is applied, 
triiodide is reduced to iodide at the negative electrode whereas iodide is oxidised to triiodide 
at the positive end. Triiodide and iodide ions flow through the gap by diffusion between the 
electrodes to complete the circuit. The maximum current flowing through this symmetrical 
cell is limited by the triiodide concentration and its maximum concentration gradient that can 
be reached. JDL can then be estimated by using equation (4). In the case of Pt-TiO2-TiO2-Pt 
cell shown in Fig. 3.8d where a layer of 7 μm porous TiO2 is deposited on each Pt electrode, 
additional factors (porosity, constrictivity and tortuosity) which affect the effective diffusion 
coefficient in porous media have to be taken into account when estimating JDL according in 
equation (6). Higher tortuosity means a longer path length that the triiodide ions must travel 
through the porous layer while high constrictivity can be viewed as a high resistance to 
transport in the porous media due to narrowed pores. 
    
   
  
   (6),
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where De, ε, δ and τ are effective diffusion coefficient in porous media, porosity, 
constrictivity and tortuosity of the porous media respectively. 
Taking the values of porosity and matrix factor (i.e. τ2/δ) in TiO2 from literature (50 % 
and 1.37 respectively),
96
 the triiodide concentration gradient in the porous layer must be 
higher than that in the bulk of electrolyte by a factor of 2.8 in order maintain a constant 
current density across the whole cell. A simple calculation based on equation (4) predicts ~25 
% decrease in JDL when compared to Pt-Pt cell. This prediction is in good agreement with the 
JV results shown in Fig. 3.5. Further reduction in JDL after TiCl4 treatment in both water and 
MPN electrolytes is also expected due to a reduction in porosity as reported previously
89a
 and 
presumably an increase in constrictivity. However, in the case where the TiO2 surface is 
sensitised with Z907, the dramatic reduction in JDL of water electrolyte is not expected when 
considering there is only a monolayer of dye of size ~1 nm only. Herein, an incomplete 
wetting of Z907-sensitised TiO2 surface due to the hydrophobicity of Z907 (especially with 
its long hydrocarbon chains) is proposed. This is supported by the observed poor wetting of 
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TiO2 surface when injecting the water electrolyte into the cell and also the high contact angle 
(110.8°) on Z907-sensitised TiO2 reported by Wang et al.
97
 
In order to solve this wetting problem of water electrolytes, chenodeoxycholic acid 
(cheno) was added to the Z907 dye solution because of its hydrophilicity. Upon dyeing, cheno 
co-adsorbs, together with dye molecules, onto the TiO2 surface. With cheno, the cell shows 
much higher Jsc (4 fold) and JDL (~10 fold). The enhancement in wetting by water electrolyte 
is believed to be caused by the hydrophilic -OH groups at one end of the cheno molecule, 
together with its hydrophobic body in the centre portion (see Fig. 3.6). The hydrophobic body 
makes it compatible with the hydrophobic Z907 dye. Also, instead of lying flat, cheno 
presumably has long enough hydrophobic body to stand upright so that the hydrophilic -OH 
groups can reach out away from TiO2 surface. This makes the surface of dye-sensitised TiO2 
more hydrophilic, enhancing wetting of TiO2 pores by water electrolytes. However, the wetting 
effect of cheno does not seem to be permanent as it was observed that JDL tends to decrease 
over time. After storage in the dark for a week, the JDL decreased to a point where it started to 
limit the Jsc again. This is presumably caused by the desorption of cheno from TiO2 surface 
over time. In order to improve the stability of JDL and overall efficiency of the cheno cells, 
cheno was also added to the water electrolyte until it was saturated. Even though the addition 
of cheno to the water electrolyte helps to slow down the loss in JDL, this loss is still fairly quick 
when a low concentration of iodine (<20 mM) is used. For example, a water-based D149 
DSSC with 10 mM iodine gave a Jsc and JDL of 3.94 and 5.27 mA cm
-2
 respectively when 
measured within one hour of fabrication. But after 24 hours, the Jsc had already become 
limited by JDL to <1 mA cm
-2
. Moreover, a JDL of just over 6 mA cm
-2
 shown by the water-
based cell in Fig. 3.7 is relatively low, when compared to similar non-aqueous electrolyte with 
the same iodine concentration (20 mM). This suggests that even with the use of cheno, the 
wetting of TiO2 pores by water electrolyte is still not perfect.  
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Fig. 3.9 Schematic diagram showing the wetting problem in the Z907-sensitised TiO2 layer in water-
based DSSCs. 
The effect of guanidinium thiocyanate (GuSCN) on wetting has also been studied in this 
project. Apart from its tendency to bind to dye and reduce recombination rate,
92
 guanidinium 
thiocyanate has also been reported to be a chaotropic ion, which reduces the strength of 
hydrophobic interaction.
98
 The latter property could possibly improve wetting and JDL. It was 
found that in some cases, GuSCN can increase JDL but its effectiveness is not as consistent as 
that of cheno. It was also observed that GuSCN does not always provide an additive increase 
on top of the effect of cheno. Therefore, further study will be needed to account for the 
beneficial effect caused by GuSCN on wetting of dye-sensitised TiO2 pores by water 
electrolyte. 
During the course of this study, surfactants other than cheno and GuSCN have also been 
reported in literature to improve wetting of TiO2 pores by water-based electrolyte. For 
example, Zhang et al. found that the addition of 0.2 wt% of N,N,N-trimethyl-3-
(perﬂuorooctylsulfonamido)propan-1-aminium iodide (FC-134), a cationic surfactant, 
increases the Jsc from 7.5 mA cm
-2
 to 10 mA cm
-2 
under 1-sun illumination.
99
 In this paper, 
DSSCs with a very similar composition to the ones used in this thesis were tested. The authors 
sensitised the TiO2 films with N719 and cheno with a molar ratio of 1:100 and employed an 
electrolyte with 2 M NaI, 0.02 M iodine and 0.1 M GuSCN in water. Since the photocurrent at 
far reverse bias and charge density vs. Jsc curve were not shown, JDL of the cells had not been 
clearly determined in this paper. However, it was observed the Jsc’s of both the cells with and 
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without surfactant under 0.5-sun illumination were more than half (~60 %) of their respective 
Jsc’s under 1 sun. This indicates the Jsc’s of both cells were already diffusion-limited at 1 sun 
(if assuming Jsc of these cells increases linearly with light level as observed in my study) and 
the increase in Jsc after the addition of FC-134 can be viewed as an improvement in wetting. 
This interpretation was supported by a reduction in contact angle the water electrolyte on TiO2 
films sensitised with N179 and cheno (1:100, molar ratio) from 33.5° to 26.0° upon addition of 
FC-134. However, the stability of the cells was poor as the Jsc and overall efficiency dropped 
by ~50 % after just 1 day under 1-sun illumination. The authors attributed this to the desorption 
of the N719 dye from TiO2 surface, which was also observed in my study when water 
electrolyte without carefully controlled pH was added to N719 DSSCs. In the same paper, 
three other surfactants: hexadecyltrimethylammonium bromide (CTAB), sodium anionic 1,4-
bis(2-ethylhexyl)sulfosuccinate (AOT), perfluorooctane sulfonate triethylammonium (FK-1) 
were also tested and showed similar enhancement in wetting and overall cell performance to 
FC-134.  
  
Fig. 3.10 Chemical structures of polyethylene glycol (left) and the MK2 dye (right) 
In another example, polyethylene glycol (PEG 300) was added to a water electrolyte with 
cobalt
(III)/(II)
 tris(2,2’-bipyridine) used as the redox couple instead of the triiodide/iodide.100 
Upon addition of 1 wt% PEG 300, the Jsc of DSSCs with a relatively hydrophobic dye, MK2 
(see Fig. 3.10), increased from 7.4 to 8.3 mA cm
-2
. The authors attributed this to an improved 
wetting which is supported by the observed decrease in contact angle of the water electrolyte 
on MK2-sensitised film from 60° to 40° upon addition of PEG300. However, further addition 
of PEG300 led to mass transport problems for these aqueous electrolytes based on incident 
photon-to-current efficiency (IPCE), transient photocurrent and impedance spectroscopy 
measurements. In two other papers, Tween®20 and Triton X-100 (structures shown in Fig. 
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3.11) were added in water electrolyte and the authors suggested that both of these surfactants 
could improve wetting of dye-sensitised TiO2 films.
101
 However, the JDL or wetting had not 
been studied and discussed in detail in these two papers. 
  
Fig. 3.11 Chemical structures of Tween®20 (left) and Triton X-100 (right). 
Deposition of a thin layer of TiO2 on dye-sensitised TiO2 film by atomic layer deposition 
(ALD) has also be claimed to improve wetting by a water electrolytes and thus, cell 
performance.
102
 Nonetheless, the reported improvement in JDL from ~4.9 to ~5.2 mA cm
-2
 was 
only 6 % which was relatively small and could just arise from variations in cell fabrication and 
measurements.  
In the long run, the best solution to the wetting issue of water electrolyte is to use a dye 
which consists of many hydrophilic groups (e.g. -OH and ether groups) on the surface of the 
molecule and a strong anchor to TiO2 (e.g. phosphonic acid). Two examples of this are the JK-
259 and JK-262 dyes which structures are shown in Fig. 3.12.
103
 Though the JDL of the 
resulting DSSCs made with these two dyes were not reported or studied in this paper, the 
multiples side-chains with two to three units of ether group in these dyes should, in principle, 
enhance hydrophilicity and thus, the wetting of dye-sensitised TiO2 pores by water electrolytes. 
However, due to the lack of such a dye available in our laboratory, a combination of dyes and 
cheno was used to sensitise the TiO2 film in the project. 
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Fig. 3.12 Chemical structures of the JK-259 and JK-262 dyes. 
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3.1.5 Conclusion 
Upon sensitisation of TiO2 with Z907, the JDL in symmetrical cells with water electrolyte 
has been found to decrease dramatically, presumably due to an incomplete wetting of TiO2 
pores. Co-adsorbing chenodeoxycholic acid with Z907 on TiO2 improves the wetting and thus 
JDL. However, even with the use of cheno, the Jsc of the water-based cell shown in Fig. 3.7 is 
still only ~2.2 mA cm
-2
 while an identical cell with an electrolyte in organic solvent can 
achieve >10 mA cm
-2
. Since the photocurrent of the cell is clearly no longer limited by 
diffusion of ions, it must then be limited by collection or injection. In order to improve the 
overall efficiency of DSSCs with water electrolyte, collection and injection will be examined 
and discussed in the next section.  
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Chapter 3.2 
Optimisation of Water-Based Dye-Sensitised Solar Cells 
3.2.1 Introduction 
In this section, recombination of photo-injected electrons in TiO2 with the triiodide/iodide 
electrolytes in water-based DSSCs will first be examined. Recombination in DSSCs using 3-
methoxyproprionitrile (MPN) and propylene carbonate (PC) solvents has been recently studied 
in our research group.
13
 By independently changing uncomplexed iodine (free iodine) and 
triiodide concentration, the recombination lifetime of electrons was found to decrease with 
increasing free iodine concentration but independent of triiodide concentration. This shows that 
the main pathway for recombination is the reduction of free iodine rather than the reduction of 
triiodide.
13
 
The concentration of the remaining uncomplexed iodine in the electrolyte at equilibrium 
(free iodine) can be described by equation (5) and (7); 
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 (7), 
where I2
0
 is the concentration of iodine added and the “[ ]” symbols of concentration in 
equation (7) have been dropped for readability so that for example I2 and I3
-
 are referred to 
concentration of iodine and triiodide respectively. 
It is noted that the binding coefficient of I
-
 and I2 is much lower in water (KM = ~1000) 
compared to in organic solution (e.g. in acetonitrile, KM = 4 x 10
6
; in MPN, KM >10
5
).
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According to equation (7), if the concentrations of iodide and iodine added are kept the same, 
the concentration of free iodine present in a water electrolyte is >100 and ~4000 times higher 
than that in MPN and ACN respectively. This suggests that the recombination rate in water-
based DSSCs will be much faster than in organic solvent-based DSSCs. As a result, the 
collection efficiency in water-based systems could be significantly less than unity. To explore 
this possibility, several series of water-based DSSCs with varying iodine and iodide 
concentrations were fabricated and tested. 
Apart from altering the composition of electrolyte, deposition of insulating metal oxide 
overlayers such as SiO2, Al2O3 and ZrO2 on TiO2 surface, has also been shown to slow down 
recombination.
104
 Ideally, all the surface of TiO2 would be covered by the insulating overlayer 
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so that the photoinjected electron in TiO2 can only recombine with free iodine by tunneling 
through it. This layer acts as a tunnel barrier which reduces the ‘per electron’ recombination 
rate. Given the same the same flux of electron injected under the same light intensity, the 
concentration of electron in the TiO2 at Voc will be higher in the cell with the overlayer. This 
results in a more negative Fermi level and a larger Voc.
104b
 The overlayer needs to be thick 
enough to cause a significant decrease in recombination rate. However, too thick a layer would 
also reduce the injection of excited electron from dye molecule to TiO2. In a solid-state cell 
with copper thiocyanate as the hole transporting material, the application of one and two layers 
of Al2O3 was reported by O’Regan et al. to reduce the recombination rate by a factor of about 2 
and 5 respectively, resulting in an increase in Voc and fill factor.
104b
 This was attributed to a 
tunnel barrier effect caused by Al2O3. In the case of liquid-state cells, a similar Al2O3 layer was 
reported to cause an in Voc of up to 50 mV and a 35 % improvement in overall efficiency.
104a, 
104c
 However, in both cases above, the photocurrent was reduced upon the application of Al2O3 
layer. This is in agreement with another paper in which ultrafast infrared absorption 
measurements showed that one and two Al2O3 layers deposited on TiO2 films decrease the rate 
of injection from dye to TiO2 by a factor of 3.3 and 20 respectively.
105
 It is noted that all the 
TiO2 films in the ‘overlayer’ experiments mentioned above were not treated with TiCl4. 
Therefore, the additional beneficial effect of Al2O3 overlayers, if any, on top of TiCl4 treatment 
on TiO2 surface is still uncertain. Herein, the effect of Al2O3 overlayers on recombination and 
also the overall efficiency of water-based DSSCs (both with and without TiCl4 treatment on 
TiO2 films) will be presented. 
Injection of excited electron from dye molecule to the conduction band of TiO2 has also 
been investigated in this study. The excited-state lifetimes of ruthenium-based dyes have been 
reported to be lower in water than in MPN due to the higher dielectric constant of water.
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Also, in my MSci project, it was found that the luminescence lifetime of TS4, a ruthenium-
based dye with chemical structure shown in Fig. 3.13, on zirconia in 80 % water electrolyte 
shorter than that in MPN electrolyte by a factor of 2. This will in principle cause a reduction in 
injection efficiency. In fact, in the same project, the injection efficiency was found to decrease 
by 8 % going from MPN electrolyte to 80 % water electrolyte. In this work, hydriodic acid was 
added to the pure water electrolyte in order to lower the conduction band of TiO2 and study the 
effect on injection.  
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Fig. 3.13 Chemical structure of the TS4 dye. 
3.2.2 Experimental Methods 
In this chapter, in order to test generality of the results, one ruthenium-based dye, Z907 
and an organic dye, D149, were used when studying the recombination in water electrolyte. 
Two other ruthenium-based dyes TG6 and N719 were used when optimising the overall 
efficiency of water-based DSSCs. Standard DSSCs were fabricated as described in Chapter 2. 
The transparent TiO2 paste from DyeSol and the scattering TiO2 paste from G24i were used in 
this chapter. The TiO2 electrodes were sensitised either in a 0.3 mM Z907 and 15 mM cheno in 
TBA/ACN (1:1 by volume) for 20 hours, in 0.06 mM D149 and 0.24 M cheno in TBA/ACN 
(1:1) for 3 hours, 0.3 mM N719 and 30mM cheno in TBA/ACN (1:1 by volume) for 20 hours, 
or 0.3 mM TG6 and 30 mM cheno in chloroform/ethanol (1:1 by volume) for 20 hours. Current 
density vs. voltage (JV), transient photovoltage and photocurrent, and charge extraction at open 
and short circuit measurements were conducted as described in Chapter 2. 
Preparation of Al2O3 Overlayer on TiO2 Film: 
A layer of nanoporous titania film was first deposited onto an FTO substrate in the same 
way as when fabricating DSSCs as described in Chapter 2. An Al2O3 overlayer was then 
deposited on titania film as reported.
104-105
 A coating solution of 0.15 M aluminium tri-sec-
butoxide (Al(Bu
s
O)3) in isopropanol was first prepared in the glovebox. All the following steps 
were performed in air. The TiO2 films were first rinsed in distilled water and dried at 60 °C for 
30 minutes. Before dipping the TiO2 film the coating solution was heated to 60 °C. The films 
were then dipped in the coating solution in a closed vial and kept at 60 °C for a specific time 
period (15 min, 30 min, 45 min or 3 hours). Once taken out of the coating solution, the films 
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were rinsed by isopropanol before being hydrolysed in water. The films were heated at 400 °C 
for 30 minutes before uniformity test or cell fabrication. 
Uniformity Test of Al2O3 Overlayer on TiO2 by Catechol: 
TiO2 films with and without Al2O3 coatings were immersed in a saturated (~11 M) 
solution of 1,2-dihydroxybenzene (catechol) in ethanol for 2 hours.
105
 It was observed that an 
equilibrium coverage of catechol on TiO2 surface was reached after 2 hours. UV-vis spectra of 
these sensitised films were then taken as described in Chapter 2. 
 
Fig. 3.14 Chemical structure of 1,2-dihydroxybenzene (catechol) 
Synthesis of Guanidinium Iodide: 
Guanidinium iodide (GuI) was prepared by adding the hydroiodic acid to guanidinium 
carbonate in a 1:1 mole ratio of iodide to guanidinium ions. The resulting solution was 
evaporated to dryness in air. The final product was recrystallised from a minimal volume of 
absolute ethanol. 
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3.2.3 Results 
3.2.3.1 Varying Iodine Concentrations  
Z907 DSSCs 
 
Fig. 3.15 One-sun JV curves of water-based Z907 DSSCs with varying added iodine concentration. 
(TiO2 film: G24i paste, 8.9 µm; Dye: Z907 1:100 cheno; Electrolytes: Water with 2 M NaI, 0.5 M 
GuSCN, ~saturated cheno, and iodine as noted in legend.) [This figure is reproduced with the 
permission of the rights holder, The Royal Society of Chemistry.]
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Table 3.1 One-sun performance of water electrolyte water-based Z907 DSSCs with varying added 
iodine concentration. Conditions as in Fig. 3.15. [This table is reproduced with the permission of the 
rights holder, The Royal Society of Chemistry.]
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Iodine 
Concentration 
Jsc/ 
mA cm
-2 
Voc/ 
V 
Fill 
Factor 
Efficiency/ 
% 
JDL/ 
mA cm
-2 
80 mM 2.45 0.55 0.60 0.78 >20 
40 mM 3.52 0.60 0.64 1.30 >15 
20 mM 4.91 0.62 0.64 1.88 5.53 
10 mM 4.09 0.62 0.70 1.78 4.44 
Fig. 3.15 and Table 3.1 show the trend in Jsc’s and JDL’s for a series of water-based Z907 
cells consisting of different concentration of iodine added. It is worth to note that a relatively 
high iodide concentration of 2 M was used in all these cells in order to force the equilibrium of 
equation (5) to the right, resulting in a lower free iodine concentration. As expected, when the 
added iodine concentration decreases from 80 mM to 20 mM, the cell’s Jsc increases by a 
factor of ~2. This is correlated to an increased recombination lifetime in cells with lower added 
iodine concentration as shown in Fig. 3.16. The recombination lifetime of 40 and 20 mM 
iodine cells increases by a factor of ~2.5 and ~4 respectively, when compared to 80 mM iodine 
cells. The photocurrent and overall efficiency in this series of cells are optimum when the 
added iodine concentration is 20 mM as further reduction in concentration does not result in 
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the expected enhancement in Jsc. In fact, when the iodine concentration decreases further to 10 
mM, Jsc actually decreases, even though the recombination lifetime is further lengthened. This 
is because the photocurrent in the cell with 10 mM added iodine is clearly limited by JDL as 
shown in the reverse bias in its JV curve in Fig. 3.15. This observation is supported by the Jsc 
vs. bias light intensity graph in Fig. 3.17 where the Jsc of 10 mM iodine cells no longer 
increases linearly with light intensity above ~0.5-sun illumination. The photocurrent of 20 mM 
iodine cells also becomes diffusion-limited above 1-sun illumination.  
 
Fig. 3.16 Recombination lifetime vs. charge density of water-based Z907 DSSCs with varying added 
iodine concentration. Conditions as in Fig. 3.15. [This figure is reproduced with the permission of the 
rights holder, The Royal Society of Chemistry.]
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Fig. 3.17 Jsc vs. bias light intensity of water-based Z907 DSSCs with varying added iodine 
concentration. Conditions as in Fig. 3.15. 
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Fig. 3.18 Charge density vs. Jsc of water-based Z907 DSSCs with varying added iodine concentration. 
Conditions as in Fig. 3.15. [This figure is reproduced with the permission of the rights holder, The 
Royal Society of Chemistry.]
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Fig. 3.18 shows the electron density in TiO2 at short circuit as a function of Jsc. The 
higher than expected electron density at high light levels in 10 and 20 mM iodine cells, relative 
to 40 and 80 mM iodine cells, is another indication of limitation of triiodide diffusion. When 
the concentration gradient of triiodide across the cell reaches its maximum, the current density 
running through the cells will become diffusion-limited. At this point, the triiodide 
concentration reaches zero at the platinum counter electrode. If the light intensity is increased 
further, more electrons will be injected to the TiO2, reaching the external circuit. But these 
excess electrons cannot escape through the platinum counter electron due to the depletion of 
triiodide there. This increases the resistance across the platinum/electrolyte interface. As a 
result, the electrons build up in the TiO2 film, increasing the electron density as shown in Fig. 
3.18. The electron density in the TiO2 increases until the increase in recombination rate from 
TiO2 to electrolyte plus the external current equals injection flux. The observed increase in 
electron density at short circuit under high light illumination provides a proof that the limiting 
species which causes JDL is triiodide but not iodide. If the limiting specie was iodide, its 
concentration near the TiO2 film would become depleted and thus regeneration would 
decrease. As a result, recombination rate would increase and a decrease in the electron density 
in TiO2 would be expected instead of an increase as observed in this experiment. 
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D149 DSSCs 
 
Fig. 3.19 One-sun JV curves of water-based D149 DSSCs with varying added iodine concentration. 
(TiO2 film: DyeSol, 6.7 µm; dye: D149 1:4 cheno; Electrolytes: Water with 2 M NaI, 0.1 M GuSCN, 
~saturated cheno, and iodine as noted in the legend.) [This figure is reproduced with the permission of 
the rights holder, The Royal Society of Chemistry.]
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Table 3.2 One-sun performance of water-based D149 DSSCs with varying added iodine concentration. 
Conditions as in Fig. 3.19. [This table is reproduced with the permission of the rights holder, The Royal 
Society of Chemistry.]
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Iodine 
Concentration 
Jsc/ 
mA cm
-2 
Voc/ 
V 
Fill 
Factor 
Efficiency/ 
% 
JDL/ 
mA cm
-2 
80 mM 2.03 0.48 0.65 0.63 >20 
40 mM 2.16 0.50 0.68 0.74 >20 
20 mM 3.05 0.58 0.63 1.10 >20 
10 mM 3.94 0.55 0.60 1.27 5.27 
To test the generality of the results in Z907 cells series, a similar set of experiments were 
conducted on cells with a high performance organic dye, D149. Fig. 3.19 and Table 3.2 show 
the variation in photocurrent and JDL for a series of D149 cells containing different added 
iodine concentration. Again, the Jsc increases with decreasing added iodine concentration. 
However, in this series, the trend in recombination lifetime shown in Fig. 3.20 is not as clear 
such that the 20 mM iodine cells unexpectedly show a faster recombination than 40 mM ones. 
Also, the photocurrents of both cells are clearly not diffusion-limited. Therefore, the invariance 
shown in Fig. 3.20 might suggest that recombination and JDL are not the only factors 
influencing the photocurrent in this series of cells if it is not due to noise. However, further 
experiments are needed to confirm this. In any case, the general trend that an improvement in 
Jsc by reducing added concentration of iodine is still observed.  
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Fig. 3.20 Recombination lifetime vs. charge density of water-based D149 DSSCs with varying added 
iodine concentration. Conditions as in Fig. 3.19. 
 
Fig. 3.21 Jsc vs. bias light intensity of water-based D149 DSSCs with varying added iodine 
concentration. Conditions as in Fig. 3.19. Measurements were taken 1 day after fabrication. 
The optimum added iodine concentration in this series seems to be 10 mM as it is clear 
that further reduction in concentration would cause the Jsc to be limited by JDL. But it was 
observed that the D149 cells with only 10 mM iodine tend to be unstable as the JDL may 
decrease and limit Jsc over time as shown in Fig. 3.21. Therefore, an iodine concentration of 
20 mM was used in most of the following experiments. 
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3.2.3.2 Varying Iodide Concentrations  
Z907 DSSCs 
 
Fig. 3.22 One-sun JV curves of water-based Z907 DSSCs with varying sodium iodide concentration. 
(TiO2 film: G24i paste, 8.1 µm; Dye: Z907 1:100 cheno; Electrolytes: Water with 20 mM iodine, 0.5 M 
GuSCN, ~saturated cheno, and sodium iodide as noted in legend.) 
Table 3.3 One-sun performance of water-based Z907 DSSCs with varying sodium iodide 
concentration. Conditions as in Fig. 3.22. 
Iodide 
Concentration 
Jsc/ 
mA cm
-2 
Voc/ 
V 
Fill 
Factor 
Efficiency/ 
% 
JDL/  
mA cm
-2 
1.2 M 4.22 0.63 0.62 1.64 4.22 
2.0 M 4.67 0.61 0.64 1.82 7.03 
3.0 M 5.17 0.59 0.62 1.89 7.16 
5.0 M 5.34 0.56 0.61 1.82 5.76 
If free iodine is responsible for the loss in collection efficiency in water electrolytes, 
increasing iodide concentration should also increase the photocurrent according to equation 
(7). Fig. 3.22 and Table 3.3 show the trend in photocurrent and JDL for a series of Z907 cells 
containing different sodium iodide concentration. As iodide concentration decreases from 5.0 
M to 2.0 M, the Jsc generally decreases. Even though the Jsc of 1.2 M iodide cell follows this 
trend and shows a further reduction in Jsc, the photocurrent is clearly limited by JDL as shown 
in the reverse bias of its JV. In fact, the 1.2 M iodide cell does show the lowest Jsc in this 
series of cells at lower light levels where photocurrent is not limited. It is also noted that the 
JDL does not increase as the iodide concentration increases from 1.2 M to 5.0 M, which gives 
an implication that photocurrent is not limited by diffusion of iodide. It is noted that the JDL’s 
of these electrolytes are similar because the concentration of triiodide is essentially constant.  
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D149 DSSCs 
 
Fig. 3.23 One-sun JV curves of water-based D149 DSSCs with varying sodium iodide concentration. 
(TiO2 film: DyeSol, 6.8 µm; Dye: D149 1:4 cheno; Electrolytes: Water with 0.02 M iodine, 0.1 M 
GuSCN, ~saturated cheno, with iodide as noted in the legend.) [This figure is reproduced with the 
permission of the rights holder, The Royal Society of Chemistry.]
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Table 3.4 One-sun JV performance of water-based D149 DSSCs with varying sodium iodide 
concentration. Conditions as in Fig. 3.23. [This table is reproduced with the permission of the rights 
holder, The Royal Society of Chemistry.]
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Iodide 
Concentration 
Jsc/ 
mA cm
-2 
Voc/ 
V 
Fill 
Factor 
Efficiency/ 
% 
JDL/  
mA cm
-2 
0.1 M 1.34 0.63 0.70 0.59 3.90 
0.2 M 1.17 0.62 0.70 0.58 3.75 
1.0 M 2.44 0.55 0.66 0.89 3.63 
2.0 M 3.05 0.58 0.63 1.10 >20 
A similar series of cells with D149, this time with lower iodide concentrations, were 
tested for generality of the results above. Fig. 3.23 and Table 3.4 show the variation in 
photocurrent and JDL for D149 cells with different sodium iodide concentration. Again, the 
photocurrent generally increases with increasing iodide concentration. While the JDL remains 
constant when iodide concentration increases from 0.1 M to 1.0 M, the JDL of 2 M iodide cell 
increases by at least a factor of 5 to >20 mA cm
-2
. The reason behind this is not clear. We 
propose that even in the presence of cheno, the wetting of TiO2 pores is still not good enough 
and high concentration of sodium iodide also improves wetting. The reason that the JDL in the 
D149 cells with 20 mM iodine and 2.0 M iodide is significantly higher than similar Z907 cells 
may be due to a lower cheno surface concentration on Z907-sensitised films. Since each Z907 
dye molecule has two carboxylate groups while D149 only has one (see Fig. 1.5 and 1.13), the 
adsorption of Z907 on TiO2 is stronger, limiting the surface for the adsorption of cheno. 
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It is noted that the low photocurrent observed in the D149 cells with low iodide 
concentrations (0.1 and 0.2 M) might partly be caused by a low regeneration efficiency. 
Though it has been reported that DSSCs with the D149 dye show essentially no loss in Jsc in 
0.2 M iodide solution in MPN,
11a
 the regeneration of D149 in water electrolyte has not been 
measured in this study. 
3.2.3.3 Al2O3 Overlayer 
 
Fig. 3.24 Absorption spectra showing the change in absorbance of a catechol-sensitised nanoporous 
(np) Al2O3 control film, and np-TiO2 films treated in Al(Bu
s
O)3 solution for 0, 15, 30, 45 min and 3 
hours and then sensitised in catechol solution. All data have been subtracted by the absorbance before 
sensitisation. (np-Al2O3 film: 4 µm; np-TiO2 film: DyeSol, 7 µm) 
Another possible way to reduce recombination is to coat a thin insulating layer of Al2O3 
on the surface of TiO2 before sensitisation. This can be achieved by dipping the TiO2 films in a 
precursor solution of Al(Bu
s
O)3, following by hydrolysation in water. Before examining the 
effect of such a coating on cell performance, the coverage of TiO2 by Al2O3 was first tested by 
using catechol. Fig. 3.24 shows the change in absorption spectra of TiO2 films which were not 
treated by TiCl4. These films were instead treated in the Al2O3 precursor solution for different 
periods of time after sensitisation in catechol solution. A similar Al2O3 film without 
undergoing any Al2O3 treatment was also tested as a control. It has been reported that catechol 
adsorbed on TiO2 nanoparticle forms an interfacial charge transfer complex and shows a 
charge transfer band around 370-390 nm.
105, 107
 On the other hand, catechol on Al2O3 shows no 
peaks within the visible range.
105
 Therefore, the absorbance of the peak corresponding to 
catechol on TiO2 (370-390 nm) can be used to determine the fraction of exposed TiO2 surface 
and thus the coverage Al2O3 on TiO2 surface. 
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Fig. 3.24 shows that treating TiO2 film in alumina precursor solution for 15 min results in 
a ~20 % reduction in the peak at around 365 nm, which is in good agreement with the 25 % 
reduction reported by Guo et al.
105
 This indicates an incomplete coverage of Al2O3 on TiO2 
surface. It was also observed that treating TiO2 film in the precursor solution for a longer 
period of time (up to 3 hours) does not enhance the alumina coverage, when compared to the 
15 min treatment. Therefore, in our first test on cell performance below, the 15 min treatment 
was employed. 
 
Fig. 3.25 One-sun JV curves of water-based D149 DSSCs with TiO2 film treated in different ways as 
noted in the legend. (TiO2 film: G24i Paste, 8.5 µm; Dye: D149 1:4 cheno; Al2O3 treatment: 15 min; 
Electrolytes: Water with 2 M NaI, 0.02M iodine, 0.5 M GuSCN, ~saturated cheno) 
Table 3.5 One-sun performance of water-based D149 DSSCs with TiO2 film treated in different ways. 
Conditions as in Fig. 3.25. 
Treatments 
Jsc/ 
mA cm
-2 
Voc/ 
V 
Fill 
Factor 
Efficiency/ 
% 
no TiCl4, no Al2O3 4.17 0.43 0.49 0.88 
no TiCl4, with Al2O3 3.39 0.47 0.54 0.86 
with TiCl4, no Al2O3 7.16 0.61 0.62 2.71 
Fig. 3.25 shows the JV’s of water-based DSSCs with TiO2 treated either by Al2O3 or 
TiCl4. A cell which TiO2 was not treated by Al2O3 nor TiCl4 was also fabricated as a control. It 
is shown that a 15 min Al2O3 treatment on TiO2 film increases the Voc and fill factor of the 
cells by 40 mV and ~10 % respectively but it also reduces the Jsc by ~20 %. The beneficial 
effect of increased Voc and fill factor is completely cancelled out by the drop in Jsc, resulting 
in no improvement in overall efficiency. The enhanced Voc and fill factor can be explained by 
a reduction in recombination rate
104
 while the decrease in Jsc is probably caused by a decrease 
in injection rate
105
 as reported in literature. When compared to Al2O3 treatment, TiCl4 
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treatment shows much more obvious improvement to the cell performance. It increases the Voc 
and fill factor by 180 mV and ~25 % respectively while the Jsc is increased by ~72 %, 
resulting in ~2.5 fold increase in overall efficiency. The beneficial effect of TiCl4 treatment on 
cell performance can be attributed to an increase in injection caused by a downward shift in 
TiO2 conduction band and a decrease in recombination rate as previously reported by O’Regan 
et al.
104b
 The results here clearly show that the direct replacement of TiCl4 by Al2O3 treatment 
does not bring any improvement to cell performance. Therefore, Al2O3 treatment was then 
conducted on TiO2 films which had already been treated by TiCl4 beforehand.  
 
 
Fig. 3.26 Absorption spectra showing the change in absorbance of np-TiO2 films, treated by TiCl4, then 
treated in Al(Bu
s
O)3 solution for 0, 15, 30, 45 min and 3 hours and finally sensitised in catechol 
solution. All data have been subtracted by the absorbance before sensitisation. (TiO2 film: DyeSol, 7 
µm) 
 
Fig. 3.27 Absorption spectra showing the change in absorbance of np-TiO2 films, treated by TiCl4, then 
treated in Al(Bu
s
O)3 solution for 15 min for 1, 2 and 3 times and finally sensitised in catechol solution. 
All data have been subtracted by the absorbance before sensitisation. (TiO2 film: DyeSol, 7 µm) 
92 
Fig. 3.26 shows the change in absorption spectra of TiO2 films, which had been treated by 
TiCl4, treated in the Al2O3 precursor solution for different periods of time before sensitisation 
in catechol solution. As expected, these results are similar to those shown in Fig. 3.24 where 
the TiO2 films were not treated by TiCl4. A 15 min treatment on TiO2 reduces the peak 
absorbance of the charge transfer band at around 365 nm by ~33 %. Treating the TiO2 films in 
the precursor solution for longer time does not change in the peak absorbance. Therefore, the 
coverage of Al2O3 is still incomplete. In order to enhance the coverage, other than lengthening 
the time of Al2O3 treatment, the TiO2 films were also treated in the Al2O3 precursor solution for 
different number of times. Fig. 3.27 shows that treating the TiO2 films in the Al(Bu
s
O)3 
solution for 2 and 3 times decreases the peak absorbance by 43 % and 52 % respectively. The 
results are in good agreement with those reported by Guo et al.
105
 It means that even after 3 
cycles of 15 min Al2O3 treatment, the coverage of Al2O3 on TiO2 is still limited to 50 %. In 
other words, the fraction of exposed TiO2 surface is still as high as ~50 %. Nevertheless, 
noticing the encouraging improvement in overall efficiency of DSSCs brought by Al2O3 
treatment reported previously,
104a, b
 water-based DSSCs with Al2O3-treated TiO2 films were 
fabricated and tested. 
93 
 
Fig. 3.28 One-sun JV curves of water-based D149 DSSCs with TiO2 films (all with TiCl4) treated in 
Al(Bu
s
O)3 solution for 0, 1 and 3 times. (TiO2 film: G24i Paste, 8.5 µm; Dye: D149 1:4 cheno; Each 
Al2O3 treatment: 15 min; Electrolytes: Water with 2 M NaI, 0.02 M iodine, 0.5 M GuSCN and 
~saturated cheno) 
Table 3.6 One-sun performance of D149-based DSSCs with TiO2 films (all with TiCl4) treated in 
Al(Bu
s
O)3 precursor solution for 0, 1 and 3 times. Conditions as in Fig. 3.28. 
No. of Cycles of 
Al2O3 Treatments 
Jsc/ 
mA cm
-2 
Voc/ 
V 
Fill 
Factor 
Efficiency/ 
% 
None 7.16 0.61 0.62 2.71 
1 x 15 min 4.72 0.67 0.66 2.09 
3 x 15 min 3.74 0.67 0.69 1.73 
Fig. 3.28 and Table 3.6 show the JV data of water-based DSSCs with TiCl4-treated TiO2 
film dipped in Al2O3 precursor solution for different number of times. Similar to the results 
shown in Fig. 3.25 and Table 3.5 where TiO2 film were not TiCl4-treated, one layer of Al2O3 
increases the Voc and fill factor by 60 mV and 6 % respectively but decreases the Jsc by 34 %. 
Even though treating the TiO2 film in Al2O3 precursor solution for 3 times increases the 
coverage of Al2O3 on TiO2 surface as mentioned before, the Voc of the cells remains constant 
while the Jsc is reduced further by another 20 %, when compared to cells with one Al2O3 layer.  
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Fig. 3.29 Charge density vs. Voc of water-based D149 DSSCs with TiO2 films (all with TiCl4) treated 
in Al(Bu
s
O)3 solution for 0, 1 and 3 times. Conditions as in Fig. 3.28. 
In order to study the change in cell performance caused by the deposition of Al2O3, the 
charge density versus Voc has been measured for these cells. Fig. 3.29 shows that one layer of 
Al2O3 coating causes a strong shift in the charge density versus Voc curve. Three cycles of 
Al2O3 treatment does not cause any further change to the curve relative to one cycle. The shift 
of the curve can first be interpreted as a rightward shift along the Voc by 60 mV, which is most 
likely the result of a shift of the TiO2 conduction band edge upward away from the 
iodine/iodide potential. This is termed the ‘surface dipole’ effect.104b The deposition of Al2O3 
coating changes the charge distribution across the TiO2/electrolyte interface when compared to 
the TiO2 films without coating. If this treatment results in more negative charge closer to TiO2 
surface, with the surface dipole pointing more in the direction of the electrolyte, the resulting 
electric field will shift the conduction of TiO2 away from the iodine/iodide potential. This 
results in an increase in band offset between TiO2 and the electrolyte and thus, an increase in 
Voc. Alternatively, the shift in charge density versus Voc curve could also be viewed as a 2-
fold decrease in charge density at each Voc as described in literature.
89
 Such a large decrease 
should decrease the charge density at short circuit and increase the transport rate. Nevertheless, 
Fig. 3.30 and 3.31 show that there is, in fact, no change in charge density at short circuit and 
transport lifetime in the cells with and without Al2O3 treatment. Therefore, an upward shift of 
the conduction band of TiO2 caused by Al2O3 treatment on TiO2 films is the more likely 
explanation for the shift of the charge density versus Voc curve. In fact, this 60 mV shift 
observed in Fig. 3.29 is in very good agreement with the 60 mV increase in Voc of the cells 
with one and three cycles of Al2O3 treatment shown in their JV’s. 
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Fig. 3.30 Charge density vs. Jsc of D149-based DSSCs with TiO2 films (all with TiCl4) treated in 
Al(Bu
s
O)3 solution for 0, 1 and 3 times. Conditions as in Fig. 3.28. 
 
 
 
Fig. 3.31 Transport lifetime vs. charge density of D149-based DSSCs with TiO2 films (all with TiCl4) 
treated in Al(Bu
s
O)3 solution for 0, 1 and 3 times. Conditions as in Fig. 3.28. 
From the results above, it seems that the increase in Voc is mainly contributed by the 
upward shift in the conduction band of TiO2. However, part of the 60 mV shift shown in Fig. 
3.29 could also be attributed to random variations. Therefore, recombination lifetimes of the 
cells, which can also cause a change in Voc, were measured. Fig. 3.32 shows the recombination 
lifetimes versus charge density at Voc of these cells. It is clear that the Al2O3 coating does not 
change the slope of the curve. This suggests that the underlying mechanism of recombination 
does not change in the presence of Al2O3 coating. One layer of Al2O3 coating increases the 
recombination lifetime by a factor of 2 when compared to cells without coating. This indicates 
that Al2O3 provides the expected tunnel barrier effect to reduce recombination rate. Similar 
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increase in recombination lifetime caused by one layer of Al2O3 has also been observed by 
O’Regan et al. in solid-state dye cells where the TiO2 used were P25 and colloidal TiO2.
104b
 In 
the same paper, it was reported that the application of 2 layers of Al2O3 coating increases 
recombination lifetime further by a factor of 2.7, when compared to cells with only one layer 
of coating. Nevertheless, in this experiment, the application of three layers of Al2O3 coating 
does not change the recombination relative to one coating. In literature, the increase in Voc 
caused by the application of Al2O3 has been attributed mainly or solely to reduction in rate of 
recombination.
104a, b, 108
 However, the dependence of the magnitude of the Voc change on the 
change in recombination rate varies in different systems. For example, it has been reported that 
a 2-fold reduction in recombination rate caused by a layer of Al2O3 increases the Voc by 130 
mV when P25 TiO2 was used. But an increase in Voc of only 50 mV was observed in a series 
of identical cells made with colloidal TiO2 where the reduction in recombination rate was also 
2 fold.
104b
 Therefore, it seems hard to quantify by what fraction of the 60 mV increase in Voc is 
caused by the 2-fold decrease in recombination rate in this experiment. More experiments are 
needed to find out the correlation between the decrease in recombination rate caused by Al2O3 
coating and the resulting increase in Voc. In any case, even though the expected tunnel barrier 
effect of Al2O3 coating was observed, it does not result in an improvement in overall efficiency 
and in fact, the efficiency is decreased.  
 
Fig. 3.32 Recombination lifetime vs. charge density of D149-based DSSCs with TiO2 films (all with 
TiCl4) treated in Al(Bu
s
O)3 solution for 0, 1 and 3 times. Conditions as in Fig. 3.28. 
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3.2.3.4 Injection 
 
Fig. 3.33 One-sun JV curves of water-based D149 DSSCs with varying HI concentration. (TiO2 film: 
G24i Paste, 8.9 µm; Dye: D149 1:4 cheno; Electrolytes: Water with 2 M NaI, 0.02 M iodine, 0.5 M 
GuSCN, ~saturated cheno, with HI as noted in the legend) 
Table 3.7 One-sun JV performance of water-based D149 DSSCs with varying HI concentration. 
Conditions as in Fig. 3.33. 
HI 
Concentration 
Jsc/ 
mA cm
-2 
Voc/ 
V 
Fill 
Factor 
Efficiency/ 
% 
None 5.75 0.61 0.63 2.21 
2 mM 5.56 0.52 0.57 1.65 
10 mM 5.93 0.51 0.61 1.84 
Injection of electrons from dye to TiO2 conduction band has also been examined. Fig. 
3.33 and Table 3.7 show the variation in Jsc’s and Voc’s of a series of D149 cells with 
different hydriodic acid concentration. When 2 and 10 mM HI was added, the Voc drops from 
0.61 V to 0.52 and 0.51 V respectively. This clearly indicates the lowering of the conduction 
band edge of TiO2. In other words, the difference in energy of the dye excited states relative to 
the conduction band of TiO2 is increased. As a result, the driving force and the rate constant of 
injection of excited electron from dye to TiO2 is increased. If photocurrent of water-based 
DSSCs was limited by injection, such a change in energetics of TiO2 conduction band would 
result in an increase in Jsc. However, in this experiment, the cells essentially show no change 
in Jsc. This suggests the loss in injection does not contribute significantly to the loss in 
photocurrent in DSSCs with water-based electrolytes. 
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3.2.3.5 Optimising Efficiency  
 
Fig. 3.34 One-sun JV curves of three efficient water-based DSSCs. Compositions of these cells are 
shown in Table 3.8. [This figure is reproduced with the permission of the rights holder, The Royal 
Society of Chemistry.]
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Table 3.8 Compositions and one-sun performance of three efficient pure water DSSCs. [This table is 
reproduced with the permission of the rights holder, The Royal Society of Chemistry.]
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TiO2 
(Thickness) 
Dye Solution Electrolyte Composition 
Jsc/ 
mA cm
-2 
Voc/ 
V 
Fill 
Factor 
Efficiency/ 
% 
G24i (8.3 µm) 
D149 1:4 
Cheno 
2 M NaI, 20 mM I2,  
0.5 M GuSCN, Cheno 
7.87 0.62 0.62 3.00 
G24i (8.9 µm) 
TG6 1:100 
Cheno 
2 M NaI, 20 mM I2,  
0.5 M GuSCN, Cheno 
7.34 0.59 0.63 2.64 
G24i (4.4 µm) 
N719 1:100 
Cheno 
2 M NaI, 20 mM I2, 1 M 
GuSCN, Cheno, HNO3 (pH3) 
8.50 0.59 0.63 3.08 
In order to increase the photocurrent generated from DSSCs with pure water electrolytes, 
the type of TiO2 paste and the thickness of the TiO2 film have been optimised. Fig. 3.34 and 
Table 3.8 show the results for three efficient cells, each with a different dye. At the beginning 
of this study on water-based DSSCs, hydrophobic dyes such as Z907 and D149 were employed 
in order to avoid the dissolution of dye in water electrolyte. It is later found that water 
electrolyte can also work with the more hydrophilic N719 dye to give a high efficiency of 3 % 
with the addition of correct concentration of acid. The need to incorporate cheno in water 
electrolyte even for cell with the N719 dye suggests wetting of TiO2 pores is still not perfect. 
The plateaus of current density in far reverse bias of the JV’s of D149 and TG6 cells show that 
their photocurrents are already in approximate balance with the JDL. This indicates that further 
improvement in wetting is required to increase the Jsc’s of these cells. 
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Fig. 3.35 One-sun JV curves of water-based D149 DSSCs with varying guanidinium iodide and iodine 
concentrations. (TiO2 film: G24i Paste, 4.6 µm; Dye: D149 1:4 cheno; Electrolytes: Water with 0.5 M 
GuSCN, ~saturated cheno, with guanidinium iodide and iodine as noted in the legend; Active area: 1 
cm
2
 unless otherwise specified) 
Table 3.9 One-sun JV performance of water-based D149 DSSCs with varying guanidinium iodide and 
iodine concentrations, and active area. Conditions as in Fig. 3.35. 
GuI 
Concentration 
Iodine 
Concentration 
Cell Area/ 
cm
2 
Jsc/ 
mA cm
-2 
Voc/ 
V 
Fill 
Factor 
Efficiency/ 
% 
2 M 20 mM 1.0 6.25 0.64 0.63 2.64 
8 M 20 mM 1.0 9.92 0.63 0.62 3.85 
8 M 20 mM 0.16 10.02 0.61 0.67 4.06 
8 M 10 mM 1.0 7.82 0.63 0.61 3.00 
Noticing the positive effect of guanidinium ion on wetting as mentioned in Chapter 3.1 
and iodide on collection efficiency, guanidinium iodide (GuI), which is more water soluble 
than sodium iodide, was used to replace sodium iodide in electrolyte. Fig. 3.35 and Table 3.9 
show the results of water-based DSSCs with varying guanidinium iodide and iodine 
concentrations. A guanidinium iodide concentration as high as 8 M and an iodine concentration 
as low as 10 mM were tested in order to force the equilibrium of equation (5) to the right, 
reducing the free iodine concentration as much as possible. It is interesting to find that the 
Voc’s of all these cells are still about 100 mV smaller than the standard DSSCs with MPN 
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electrolyte. Also, in the cell with 8 M guanidinium iodide and 10 mM iodine, the photocurrent 
at 1-sun illumination is clearly limited by JDL as shown in the reverse bias of its JV in Fig. 3.35 
and 3.36.  
 
Fig. 3.36 Jsc vs. light intensity of water-based D149 DSSCs with varying guanidinium iodide and 
iodine concentrations. (TiO2 film: G24i Paste, 4.6 µm; Dye: D149 1:4 cheno; Electrolytes: Water with 
0.5 M GuSCN, ~saturated cheno, with guanidinium iodide and iodine as noted in the legend) 
When comparing the two 1 cm
2
 cells with 20 mM iodine, the one with 8 M guanidinium 
iodide gives ~50 % higher Jsc, which is caused by a ~2-fold reduction in recombination rate as 
shown in Fig. 3.37. The photocurrent achieved in this optimum cell with 8 M guanidinium 
iodide is even higher than that of the D149 cells in Table 3.8. This enhancement in Jsc is 
caused by a combination of improved wetting of TiO2 pores and increased collection efficiency 
due to the slower recombination. 
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Fig. 3.37 Recombination lifetime vs. charge density of water-based D149 DSSCs with varying 
guanidinium iodide and iodine concentrations. (TiO2 film: G24i Paste, 4.6 µm; Dye: D149 1:4 cheno; 
Electrolytes: Water with 0.5 M GuSCN, ~saturated cheno, with guanidinium iodide and iodine as noted 
in the legend). 
One would expect the Voc to increase when recombination rate is reduced. However, in 
this case, the Voc of the 8 M guanidinium iodide, 20 mM iodine cell shows no change in Voc 
when compared to the D149 cell in Table 3.8. This is because the positive effect of reduced 
recombination on Voc is cancelled out by the negative shift of redox potential of the electrolyte 
versus normal hydrogen electrode (NHE). According to the Nernst equation (9), the addition of 
more iodide makes the redox potential of the electrolyte more negative. Since Voc is the 
potential difference between the Fermi level of the TiO2 and the redox potential of the 
electrolyte, a negative shift in iodine/iodide potential results in a reduction in Voc. 
   
             (8), 
      
  
  
   
     
   
  
  (9), 
where E and E
0
 are potential and standard potential of the redox couple respectively; E
Θ 
= -
ΔGΘ/nF; R, T, n and F are universal gas constant (8.31 J K-1 mol-1), temperature, number of 
moles of electrons transferred (in the case of iodine/iodide, n = 2) and Faraday constant (96485 
C mol
-1
) respectively.  
Finally in order to optimised the overall efficiency further by improving fill factor, a cell 
with smaller area (0.16 cm
2
) was fabricated in order to reduce series resistance. Note that the 
saturation current shown in the reverse bias cannot be viewed as an improvement in wetting in 
this case. It is probably caused the larger fraction of exposed FTO without TiO2 around the 
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edge of this smaller cell. An overall efficiency of 4 % is achieved which is 5 times higher than 
the best cells reported previously using an electrolyte where water is the only liquid 
component.
43
 
3.2.4 Discussion 
In the experiment comparing water-based DSSCs with different iodine concentration, it is 
clear that the iodine concentration is critical in the two important factors affecting the cell 
performance. They are the diffusion-limited current density (JDL) and rate of recombination. 
Too low an iodine concentration will reduce the JDL and thus, the Jsc of the cell while too high 
a concentration will increase the rate of recombination, decreasing cell performance. 
Therefore, a balance between these two factors has to be found in order to optimise the overall 
cell efficiency. The optimum iodine concentration in water-based DSSCs found in this study is 
20 mM. Nevertheless, even at such a low concentration, due to the relatively low binding 
constant of iodine with iodide in water (when compared to organic solvents such as ACN and 
MPN), there is still a high concentration of free iodine at equilibrium. This results in a high rate 
of recombination as shown in Fig. A.1 in Appendix. 
In principle, increasing the iodide concentration pushes the equilibrium of the equation (5) 
to the right, resulting in a lower concentration of free iodine. In fact, the recombination rate 
was successfully reduced by employing guanidinium iodide and increasing its concentration 
from 2 M to 8 M. This 4-fold increase in the concentration of guanidinium iodide increases the 
photocurrent by ~50 % to ~10 mA cm
-2
. However, the negative shift of redox potential of the 
electrolyte versus NHE caused by the higher iodide concentration cancels out the beneficial 
effect of reduced recombination on Voc, resulting in no increase in Voc. Even if we managed to 
increase the iodide concentration to such a high level that the Jsc reached 20 mA cm
-2
, the low 
Voc of 0.6 V would still limit the overall efficiency of the cell to ~8 % only. Therefore, it does 
not seem to worth trying to look for an iodide compound with unrealistically high solubility in 
water. 
An insulating Al2O3 layer has also been deposited on the TiO2 surface in an attempt to 
reduce rate of recombination by the tunnel barrier effect. A reduction in recombination was 
observed. But the resulting increase in Voc and fill factor is too small to compensate the loss in 
photocurrent which is presumably caused by the loss in injection efficiency. This result is not 
too surprising given the limited success in improvement in overall efficiency by using the same 
coating method reported in literature.
104a, b, 108
 Also, the coating method used in this study 
results in a relatively low coverage of Al2O3. Therefore, for future study, a coating method 
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such as atomic layer deposition (ALD) which gives a high coverage of insulating oxide as 
reported can be employed.
109
 Coating of SiO2 by ALD on a dye-senstised TiO2 film in cells 
with ACN-based electrolyte has been reported.
110
 Son et al. claimed that tris(tert-
butoxy)silanol, the SiO2 precursor employed, would cover only the exposed TiO2 selectively 
but not the surface with dye adsorbed because of the its catalytical decomposition on TiO2. A 
4-fold increase in recombination lifetime was reported according to data measured from 
electrochemical impedance spectroscopy, leading to an increase in Jsc and Voc by ~25 % and 
70 mV respectively, relative to cells with no ALD treatment. This increases the overall 
efficiency from 4.36 to 5.94 %. Due to the finite solubility of SiO2 in water, the same research 
group deposited thin layers of TiO2 instead of SiO2 by ALD on dye-sensitised TiO2 film for 
fabricating cells with water electrolyte.
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 However, in this case, no suppression of 
recombination was observed. 
The low photocurrent and high recombination rate observed in DSSCs with water 
electrolytes might also be caused by a slow regeneration relative to electrolytes based on 
organic electrolytes. In fact, a slowing of regeneration of dye cation has been observed upon 
addition of water in electrolyte according to transient absorption data collected at short circuit 
under ~40 % sun illumination in my previous study.
45
 In this paper, the regeneration lifetimes 
of the oxidised TS4 and TG6 dyes were found to increase by a factor 2 and 4.5 respectively in 
80 % water electrolyte, relative to no-water electrolyte. Moreover, after the publication of the 
papers on water-based DSSCs,
45, 93
 it was reported that the redox potential of the I2
-˙
/I
-
 couple 
in water and ACN were found to be 1.04 and 0.79 V versus NHE respectively, according to 
data measured by photomodulated voltammetry.
94c
 Since I
-
 regenerates the oxidised dye and 
that produces I2
-˙
, it is the difference between the reduction potential of I2
-˙
/I
-
 and D
+
/D (D 
refers to dye) which determines the driving force for dye regeneration.
94c, 111
 Therefore, the 
positive shift of this potential in water relative to organic solvent by 0.25 V significantly 
reduces the driving force. This will result in a slower rate of regeneration of the oxidised dyes. 
However, that alone may or may not change the Jsc of DSSCs, which also depends on the 
recombination rate constant. For future research, more transient absorption measurements will 
be needed to study the regeneration in water-based DSSCs.  
From the results above, it seems that the limitation in the overall efficiency of water-based 
DSSCs studied in this project stems from the intrinsic properties of the iodine/iodide redox 
couple: the low binding constant of iodine with iodide in water, the high rate constant of 
recombination of electrons with free iodine and/or slow regeneration of oxidised dye by iodide 
due to a more positive redox potential of I2
-˙
/I
-
 couple in water relative to organic solvents. If 
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we want to further improve the overall efficiency of water-based DSSCs, it makes more sense 
to look for alternative redox couples in the electrolyte. Ferrocyanide-ferricyanide couple was 
the first alternative to iodine/iodide redox couple employed in water-based DSSCs.
101b
 
Daeneke et al. used an electrolyte consisting of 400 mM K4Fe(CN)6, 40 mM K3Fe(CN)6 100 
mM KCl and 50 mM Trizma-HCl buffer (pH 8) in water with 0.1 wt% Tween®20. The buffer 
was used to control the band potential of TiO2 while Tween®20 was responsible for improving 
wetting of TiO2 pores. The Jsc and Voc achieved were 5.46 mA cm
-2
 and 0.73 V respectively, 
leading to an overall efficiency of nearly 3 %. However, the stability of the cells under 
unfiltered continuous white light illumination was poor. This was attributed to the photolysis 
and photocatalytic decomposition of the ferrocyanide-ferricyanide redox couple on TiO2 under 
ultra-violet (UV) and near UV illumination. The authors suggested that the use of a UV cut-off 
filter could solve this problem but stability of cells under UV-filtered illumination was not 
reported. 
The next redox couple used in water-based DSSCs is an organic thiolate/disulfide redox 
couple (TT
-
/DTT).
101a
 Their structures are shown in Fig. 3.38. The authors used a water 
electrolyte containing 0.2 M TT
-
EMI
+
, 0.2 M DTT and 0.5 M TBP in a 1 % Triton X-100, and 
two organic dyes, D45 and D51. The highest efficiency of 3.5 % was achieved with DSSCs 
with the D51 dye with a Jsc of 9.5 mA cm
-2
, a Voc of 0.61 V and a fill factor of 0.59. Again, 
the stability of these cells were not very promising as their efficiency dropped by ~100 % and 
25 % after only 4 hours of unfiltered and UV-filtered 1-sun illumination respectively. 
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Fig. 3.38 Chemical structures of 1-ethyl-3-methylimidazolium 4-methyl-1,2,4-triazole-3-thiolate (TT
-
EMI
+)/3,3’-dithiobis[4-methyl-(1,2,4)-triazole] (DTT), D45 and D51. 
The latest redox couple used in water-based electrolyte is cobalt
(III)/(II)
 tris(bipyridine).
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The electrolyte was composed of 0.20 M [Co(bpy)3](NO3)2, 0.040 M [Co(bpy)3](NO3)3, 0.70 
M N-methylbenzimidazole (NMBI) with 1 wt% PEG 300 in water and the dye used was MK2. 
As mentioned in Chapter 3.1, PEG 300 was used here to improve wetting of TiO2 pores. The 
authors replaced the platinum with a composite indium-doped tin oxide (ITO)/platinum counter 
electrode to address the mass transport limitations in their water-based DSSCs. A record 
efficiency of 5.1 % with a Jsc of 9.8 mA cm
-2
, a Voc of 0.88 V and a fill factor of 0.74 was 
yielded. These cells showed a better stability than the two previous cases but still the efficiency 
decreased by ~30 % after 60 hours of 1-sun white LED illumination.
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3.2.5 Conclusion 
DSSCs with 100 % water electrolyte that operate at a record efficiency of 4 % under 1-
sun illumination have been fabricated by managing the wetting behavior and concentration of 
free iodine in cells. This result is ~5 times higher than the best previously reported values. 
Higher efficiency can certainly be achieved by further enhancement in wetting, dye and TiO2 
paste. It is noted that water electrolyte with triioide/iodide may always suffer from the problem 
of high recombination rate due to the low binding constant of iodine with iodide together with 
the significant role that free iodine plays in recombination. This is indicated by the relatively 
low Voc’s of all the water-based DSSCs studied in this thesis. Alumina coating has been 
deposited on TiO2 surface prior to dye sensitisation as a tunnel barrier. However, the beneficial 
effect on performance gained from reduced recombination does not compensate the loss from 
reduced injection, resulting in an overall loss in conversion efficiency. Therefore, it is likely 
that an alternative redox couple to iodine/iodide is needed for further development of water-
based DSSCs. In any case, the results in this chapter indicate that water-based DSSCs might 
not be the impossibility it was thought to be for the last 20 years. 
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Chapter 4 
Melt-Processed Solid-State Dye-Sensitised Solar Cells 
 
Abstract 
Z907-sensitised and D149-sensitised films have been subjected to heating to 120 °C, 190 
°C, and 255 °C for 1 minute in room air. Liquid junction dye-sensitised solar cells (DSSCs), 
assembled with these heat-treated films, were used to assess the degradation to the TiO2/dye 
film by the heat. N,N′-bis(3-methylphenyl)-N,N′-diphenylbenzidine (TPD) and spiro-
OMeTAD (SOT) hole transporting materials were also melt-processed onto the TiO2/dye films, 
at a temperature of 190 °C and 255 °C respectively. The hole transporting materials (HTMs) 
have been removed by dissolution and liquid electrolyte DSSCs have been fabricated from the 
resulting TiO2/dye films. The effect of the 120 °C heating step on cell performance was found 
to be minimal. After 190 °C heating, the efficiency loss is 10-20 % depending on dye and film 
thickness. In the case of 255 °C heating, the efficiency loss is 27-65 %. The efficiency loss 
occurs almost entirely due to a decrease in recombination lifetime, up to 100 fold in the worst 
case. This causes a decrease in Voc, and also in collection efficiency for thicker films. Solid-
state DSSCs made with melt-processed spiro-OMeTAD on 2 µm thick TiO2/Z907 films are 
shown, with efficiency of 0.45 %. The relatively low efficiency is due to the presence of a 
thick capping layer of HTM and the loss by evaporation of base (4-tert-butylpyridine, TBP) 
during the melt-processing. 
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Chapter 4.1 
Brief Air Heating of Dye-Sensitised TiO2 Films, to 120-255 °C; the 
Effect on Resulting Liquid-State DSSCs 
4.1.1 Introduction 
During the fabrication of liquid-state dye cells, the dye-sensitised mesoporous TiO2 films 
are normally exposed to elevated temperatures of 120 to 190 °C for short periods of time. For 
example, a temperature of 120 °C is applied to the dye-sensitised TiO2 working electrode 
during the sealing process for melting the Surlyn sealant. For better durability, Bynel is often 
used instead of Surlyn as the sealant and the temperature for the sealing process needs to go up 
to as high as 190 °C. There is also a growing interest in drying the dye-sensitised TiO2 films 
before cell assembly, which will only lengthen the time when dye adsorbed on TiO2 is exposed 
to elevated temperature. Hence, it is important to examine the influence of heat treatment 
applied to dye-sensitised TiO2 electrodes on the resultant photovoltaic performances of the 
cells fabricated with these electrodes. 
Apart from liquid-state dye cells, heat is also applied during the fabrication of solid-state 
dye cells during the melt-processing of hole transport materials (HTMs). HTMs such as 
2,2’,7,7’-tetrakis-(N,N-di-p-methoxyphenylamine)9,9’-spirobifluorene (spiro-OMeTAD), have 
commonly been deposited from solution. However, as mentioned in Chapter 1, the resulting 
poor pore-filling fraction in the mesoporous TiO2 layer has become a major limiting factor in 
cell performance, especially when the TiO2 thickness is increased above 2 µm. In order to 
enhance pore filling, and to side step the necessity for hole conductor solubility, solvent-free 
methods of melt-processing HMTs have been attempted previously. A good pore filling and 
surface coverage of TiO2 pores has been shown by scanning electron microscopy
69a
 and 
transient absorption spectroscopy (TAS) measurements
69b
 respectively. Nevertheless, the 
highest efficiency reported at 1-sun illumination is limited to only 0.12 %.
112
 Therefore, an in-
depth investigation in the thermal degradation to the dye adsorbed on TiO2 during the melt-
processing of HTMs will also be useful for understanding any limitations arising from the 
heating process and for the further development of this technique in the future.  
The thermal stability of Ru-based dyes in free form and adsorbed on nanostructured TiO2 
films has been studied previously.
113
 The authors agreed on the occurrences of dehydration at 
about 40-100 °C, deamination of tetrabutylammonium counterion (in the case of N719) as well 
as decarboxylation and decomposition between 200 and 400 °C in dry air or under nitrogen. 
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There are also many studies regarding the thermal stability of complete DSSCs but the 
temperatures applied are always below 100 °C.
114
 To our knowledge, there is only limited 
investigation in the effect of thermal treatment with a temperature >100 °C applied to TiO2/dye 
electrodes on the resulting performance of cell made with these electrodes. It has been reported 
that the efficiency of both N719 and Ruthenium 505 dye-sensitised solar cells decreases by 
>90 % when their TiO2/dye electrodes were heated above 200 °C for 10 minutes before cell 
assembly.
46, 115
 The authors correlated these efficiency losses to the thermal degradation of the 
-SCN and -CN groups in the N719 and Ruthenium 505 dyes respectively. Similar experiments 
have been conducted where TiO2 films sensitised by N719 and D5, a less well-known organic 
molecular dye (see Fig. 4.1), were heated for 5 minutes at different temperatures.
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 The results 
are slightly better than the previous report. It was found that exposing the D5-sensitised and 
N719-sensitised TiO2 films to temperature above 200 °C for 5 min caused >40 % reduction in 
their peak absorbance. When the TiO2/dye electrodes were treated at 200 °C, the resulting 
overall efficiency of the N719 and D5 cells decreased by 80 % and 32 % respectively. The 
authors attributed these losses to a decrease in electron lifetime, according to data obtained by 
intensity modulated photovoltage spectroscopy. 
 
Fig. 4.1 Chemical structure of the D5 dye. 
In the first part of this chapter, the effect of heating at 120, 190, and 255 °C on TiO2/dye 
films for one minute will be examined. After the heating process, the film was incorporated 
into a standard TiO2/dye/electrolyte DSSC using normal procedures. For the purpose of 
comparison, two sensitising dyes were used: Z907, a benchmark ruthenium-based dye and 
D149, an organic dye commonly employed in solid-state dye-sensitised solar cells. Absorption 
spectra of heat-treated TiO2/dye films and JV’s, transient photovoltage and photocurrent data 
of the resultant liquid junction cells assembled with these films will be presented.
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4.1.2 Experimental Methods 
Heat Treatment on TiO2/dye Films 
A layer of nanoporous TiO2 (DSL18NRT purchased from DyeSol) film was deposited on 
FTO glass by the same doctor-blading method used in the fabrication of standard DSSCs as 
described in Chapter 2. TiCl4 post-treatment was applied as described in Chapter 2. The TiO2 
electrodes were sensitised either in a 0.3 mM Z907 in tert-butanol (TBA)/ acteonitrle (ACN) 
(1:1 by volume) for 20 hours or in 0.06 mM D149 and 0.24 mM cheno in TBA/ACN (1:1 by 
volume) for 3 hours. For the TiO2/dye films that required heat treatment, the as-made films 
were placed on a hotplate (Heidolph MR Hei-Tec) preset to 120 °C, 190 °C or 255 °C for 1 
minute in room air. The films, including the control film which was not heat-treated, were then 
rinsed in acetonitrile for 15 minutes before their UV-vis spectra were recorded. UV-vis spectra 
were taken as described in Chapter 2 before and after the heating procedure. Standard liquid 
junction DSSCs were assembled as described in Chapter 2 using the above films. Current 
density vs. voltage (JV), transient photovoltage and photocurrent, and charge extraction at open 
and short circuit were measured as described in Chapter 2. 
4.1.3 Results 
Effect of Heat on TiO2/Dye Films and the Resultant Cell Performance 
TiO2/Z907 Films 
 
Fig. 4.2 Absorption spectra of Z907-sensitised TiO2 film (DyeSol, 7 µm) after 1 minute heating at 
different temperatures. 
Fig. 4.2 shows the changes in absorption spectra of the Z907-sensitised TiO2 films heated 
at three different temperatures: 120, 190 and 255 °C. The absorption spectrum of a control 
TiO2/Z907 film which was not heated was also shown for comparison. The data show that 
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heating a TiO2/Z907 film at 120 °C causes a relatively small change in its absorption spectrum. 
The resulting peak of the absorption is blue-shifted by ~4 nm and the absorbance decreases by 
about ~5 %, when compared to the control film. Integration between 400 and 800 nm of the 
film absorption with the 1-sun AM 1.5 spectra shows that the light absorption fluxes of the 
control and 120 °C-treated films are both 14 mA cm
-2
. Thus, despite the change in spectrum, 
the same number of photons are absorbed by the control and 120 °C-treated film. Above 120 
°C, a general trend that high temperature results in a greater blue-shift and a larger decrease in 
absorbance of the absorption peak is observed. 
 
Fig. 4.3 One-sun JV curves of liquid-state DSSCs fabricated with Z907-sensitised TiO2 electrodes 
(DyeSol, 7 µm) heated at different temperatures for 1 minute. (Electrolyte was 0.8 M PMII, 50 mM 
iodine, 50 mM GuSCN, 0.28 M TBP and 25 mM LiI in MPN, where PMII is propylmethylimidazolium 
iodide). 
Table 4.1 One-sun performance of liquid-state DSSCs fabricated with Z907-sensitised TiO2 electrodes 
(DyeSol, 7 µm) heated at different temperatures for 1 minute. Conditions as in Fig. 4.3. 
Treatment 
Jsc/  
mA cm
-2 Voc/ V 
Fill 
Factor 
Efficiency/ 
% 
No Treatment 11.2 0.71 0.58 4.61 
Air@120°C 11.2 0.73 0.62 5.06 
Air@190°C 9.44 0.65 0.63 3.87 
Air@255°C 6.77 0.58 0.62 2.43 
Fig. 4.3 and Table 4.1 show the trend in cell performance of liquid-state DSSCs fabricated 
with the heated-treated TiO2/Z907 electrodes. It is found that heating TiO2/Z907 electrode at 
120 °C for 1 minute does not cause any detrimental effect on the performance of DSSC. When 
a temperature of 190 °C is applied, short-circuit current density (Jsc) and open-circuit voltage 
(Voc) decrease by 15 % and 30-70 mV respectively, relative to the control cells which 
electrodes were not heat-treated. It is noted that the drop in Jsc and Voc in these cells are much 
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smaller than those reported previously when TiO2/N719 films were heated at a similar 
temperature before cell assembly.
115-116
 This is likely due to the longer heating time (5-10 min) 
these authors have employed and/or the use of the N719 dye which has tert-butylammonium 
counter ions (TBA
+
). For our cells, when the temperature is increased to 255 °C, cell's Jsc 
reduces by almost 60 % and Voc drops by 160 mV. Given that the photon absorption calculated 
by the same integration method mentioned above is only 19 % lower, there must be a large 
contribution from the decrease in charge separation and/or collection to cause the ~60 % 
reduction in Jsc.  
 
Fig. 4.4 Charge density vs. Voc of liquid-state DSSCs fabricated with Z907-sensitised TiO2 electrodes 
(DyeSol, 7 µm) heated at different temperatures for 1 minute. Conditions as in Fig. 4.3 
 
Fig. 4.5 Charge density vs. Jsc of liquid-state DSSCs fabricated with Z907-sensitised TiO2 electrodes 
(DyeSol, 7 µm) heated at different temperatures for 1 minute. Conditions as in Fig. 4.3 
Fig. 4.4 shows the charge density versus Voc of the same series of cells. No apparent shift 
is observed even when the TiO2/Z907 electrodes had been heated up to 255 °C for 1 minute 
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before cell fabrication. This indicates the conduction band edge of TiO2 does not shift and the 
density of trap states does not change significantly upon the application of heat to the 
electrodes. This is supported by the data in Fig. 4.5 which shows that the occupied trap states at 
short circuit of the cells with heat-treated electrode decreases by less than a factor of 2, relative 
to the control cells. The change is relatively small and could be attributed to random variations. 
 
Fig. 4.6 Recombination lifetimes vs. charge density of liquid-state DSSCs fabricated with Z907-
sensitised TiO2 electrodes (DyeSol, 7 µm) heated at different temperatures for 1 minute. Conditions as 
in Fig. 4.3. 
The recombination lifetimes of the cells above were measured by transient photovoltage 
technique and the results are shown in Fig. 4.6. It is found that after heating the TiO2/Z907 
electrodes at 255 °C for 1 minute, recombination lifetime decreases by about 2 orders of 
magnitude. With a Voc ideality of ~80 mV per decade shown in the same cell, this change is 
sufficient to explain most or all of the reduction in Voc. A decrease in recombination lifetime 
by 100 fold will also decrease the diffusion length by a factor of ~10.
117
 As a result, the 
collection efficiency will decrease significantly, causing a much larger loss in photocurrent, 
relative to the loss predicted from decreased absorption, as observed in these cells. Fig. 4.7 
shows the electron lifetime at short circuit versus charge density measured by the transient 
photocurrent technique. At short circuit, both transport and recombination are taking place at 
the same time. When recombination is much slower (>10 times) than transport, the electron 
lifetime essentially represents the transport lifetime. However, in the case of electrode treated 
at 255 °C (black diamond markers in Fig. 4.7), the recombination lifetime is so short that it 
becomes comparable with the transport lifetime. This results in a low collection efficiency and 
shifts its graph to the left, exaggerating the change in its electron lifetimes. Therefore, the 
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decrease in electron lifetime at Jsc in cells with heat-treated electrode, relative to control cells 
observed in Fig. 4.7, is mainly caused by the large reduction in recombination lifetime.  
 
Fig. 4.7 Electron lifetimes at Jsc vs. charge density of liquid-state DSSCs fabricated with Z907-
sensitised TiO2 electrodes (DyeSol, 7 µm) heated at different temperatures for 1 minute. Conditions as 
in Fig. 4.3. 
TiO2/D149 Films 
 
Fig. 4.8 Absorption spectra of D149-sensitised TiO2 film (transparent, 4.2 µm) heated at different 
temperatures for 1 minute. 
To test the generality of the results shown by TiO2/Z907 electrodes, similar experiments 
were conducted on a high performance organic dye, D149 (structure shown in Fig. 1.13). Fig. 
4.8 shows absorption spectra of the TiO2/D149 electrodes treated at different temperatures. 
Heating TiO2/D149 electrode at 120 °C for 1 minute does not cause any shift or decrease in 
absorbance of the absorption peak. Treatment on TiO2/D149 electrodes above 120 °C results in 
a reduction in peak absorption, which is larger at a higher temperature. In the case of D149, the 
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electrodes do not show any blue-shift in the peak absorption upon heating for 1 minute as 
opposed to the TiO2/Z907 series. 
 
Fig. 4.9 One-sun JV curves of liquid-state DSSCs fabricated with D149-sensitised TiO2 electrodes 
(transparent, 4.2 µm) heated at different temperatures for 1 minute. (Electrolyte: 0.8 M NaI, 40 mM 
iodine and 0.2 M GuSCN in MPN) 
Table 4.2 One-sun performance of liquid-state DSSCs fabricated with D149-sensitised TiO2 electrodes 
(transparent, 4.2 µm) heated at different temperatures for 1 minute. Conditions as in Fig. 4.9. 
Treatment 
Jsc/  
mA cm
-2 Voc/ V 
Fill 
Factor 
Efficiency/ 
% 
No Treatment 12.3 0.67 0.44 3.65 
Air@120°C 12.6 0.66 0.41 3.41 
Air@190°C 12.5 0.62 0.46 3.59 
Air@255°C 9.33 0.48 0.49 2.20 
Fig. 4.9 and Table 4.2 show the changes in cell performance of liquid-state DSSCs 
fabricated with the heated-treated TiO2/D149 electrodes. Similar to the results shown in the 
TiO2/Z907 cells, heating the TiO2/D149 electrodes at 120 °C at 1 minute does not cause any 
detrimental effect on cell’s Jsc, Voc or overall efficiency, relative to the control cells. Apart 
from the 50 mV drop in Voc, a higher temperature of 190 °C also results in no significant 
decrease in cell performance, when compared to the control cells. However, when the 
temperature applied is increased to 255 °C, the Jsc and Voc of the resulting cells decrease by 
~24 % and 190 mV respectively relative to control cells. It is worth noting that sodium iodide 
was used instead of the standard PMII in this series of D149 cells, which probably results in 
the relatively low fill factor as observed in Fig. 4.9 and Table 4.2. The reason for using sodium 
iodide is that desorption of the D149 dye was observed during cell fabrication when PMII-
based electrolytes were used. 
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Fig. 4.10 Charge density vs. Voc of liquid-state DSSCs fabricated with D149-sensitised TiO2 electrodes 
(transparent, 4.2 µm) after 1 minute heating at different temperatures. Conditions as in Fig. 4.9. 
 
Fig. 4.11 Charge density vs. Jsc of liquid-state DSSCs fabricated with D149-sensitised TiO2 electrodes 
(transparent, 4.2 µm) after 1 minute heating at different temperatures. Conditions as in Fig. 4.9. 
Fig. 4.10 and 4.11 show the charge density versus Voc and the charge density versus Jsc 
of the same cells above respectively. The data show that there is essentially no shift in the TiO2 
conduction band edge and no change in the density of states in TiO2 upon heat treatment on the 
TiO2/D149 electrodes. Fig. 4.12 shows the recombination lifetime vs. charge density. Heating 
the TiO2/D149 electrodes at 120 °C and 190 °C does not cause any significant change in 
recombination lifetime. However when a temperature of 255 °C is applied, the recombination 
lifetime of the resulting cells decreases by ~60 fold, which is again sufficient to explain the 
large reduction in Jsc and Voc, relative to the control cells. Electron lifetime at short circuit 
was also measured by transient photocurrent technique and the data are shown in Fig. 4.13. 
Since the recombination lifetime is ~30 times slower than the electron lifetime at short circuit, 
117 
the data displayed in Fig. 4.13 essentially show the transport lifetime versus charge density. 
This also explains the smaller decrease in Jsc (~25 %) observed in cells with TiO2/D149 
electrode treated at 255 °C for 1 minute, when compared to the cells with TiO2/Z907 electrode 
treated in the same way (~60 % decrease in Jsc). Similar to Z907, no significant change in 
transport lifetime is observed in cells with heat-treated TiO2/D149 electrodes, when compared 
with the control cells in the same series. 
 
Fig. 4.12 Recombination lifetime vs. charge density of liquid-state DSSCs fabricated with D149-
sensitised TiO2 electrodes (transparent, 4.2 µm) after 1 minute heating at different temperatures. 
Conditions as in Fig. 4.9. 
 
Fig. 4.13 Transport lifetime vs. charge density of liquid-state DSSCs fabricated with D149-sensitised 
TiO2 electrodes (transparent, 4.2 µm) after 1 minute heating at different temperatures. Conditions as in 
Fig. 4.9. 
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4.1.4 Discussion 
It is found that the heating TiO2/Z907 and TiO2/D149 films at a temperature higher than 
120 °C prior to cell assembly reduces the recombination lifetime of the resulting cell. 
According to the results published in our group, a reduction in dye coverage on TiO2 surface 
cannot result in an increase in recombination rate constant as large as 100 fold.
91b
 Herein, it is 
proposed that a breakdown product of the dye which strongly short-circuits the 
TiO2/electrolyte interface, is formed during the heating process. It has also been reported in our 
group that the main pathway for recombination is the reduction of free iodine present in the 
electrolyte
13
 and that iodine binding molecules which are bound to the TiO2 surface can 
increase recombination.
14
 Thus, it is considered that the breakdown products of Z907 and D149 
can bind iodine at the surface. However, since the structures of the two dyes used in this work 
are so different, it is hard to identify what compounds the breakdown products would be. So 
far, only ruthenium phthalocyanine dyes have been shown to cause an increase in 
recombination of this large a magnitude.
118
 It may be that Z907 and D149 have two different 
breakdown products which by chance cause about similar effect on recombination. 
Identification of these breakdown products might make it possible to eliminate the specific 
reactive group and increase the thermal stability of the TiO2/dye films. In literature, it has been 
reported that N3, a ruthenium-based dye (structure shown in Fig. 1.5), is stable up to 250 °C in 
powder form and 320 °C when adsorbed on TiO2, both measured in a dry air environment. 
Given a breakdown of Z907, which has a similar structure to N3, was observed at much lower 
temperatures. It is assumed that the breakdown is caused by atmospheric water. Nevertheless, 
iodine does not usually bind to oxidised and hydroxylated hydrocarbons strongly. For future 
research, similar experiments of heating TiO2/dye electrode in dry air or under nitrogen may 
help to find out the reasons for the increase in recombination rate constant observed in this 
work. It will also be interesting to fabricate similar cells in this work using cobalt electrolytes 
to see if the same reduction in recombination lifetime will be observed upon the same heat 
treatment. 
119 
4.1.5 Conclusion 
Z907- and D149- sensitised nanoporous TiO2 electrodes were heated at 120-255 °C for 1 
minute. The thermal degradation to the dye and the reduction in light absorbed by the dye are 
small even when the electrodes are heated up to 255 °C. It has been demonstrated that a high 
conversion efficiency can be achieved in the resulting liquid-state cells even when the dye-
sensitised TiO2 electrodes are treated up to 190 °C for 1 minute before cell assembly. But the 
cell performance declines significantly when a temperature of 255 °C is used instead. When 
comparing the TiO2 films sensitised with Z907 and D149, TiO2/D149 film is found to be less 
prone to thermal degradation (especially at 255 °C) and decline in cell performance in the 
DSSCs assembled with it. From transient photovoltage measurements, a faster recombination 
is found to be the major cause of the reduced efficiency in both liquid-state Z907 and D149 
cells. Considering the completely different chemical structures of the two dyes, it is interesting 
that their cells show a similar trend of dye degradation and decline in cell performance with 
increasing temperature applied to TiO2 electrodes and even share the same reason for the 
reduction in their cell efficiencies.  
Typically DSSCs intended for stability tests or commercial purposes are sealed with high 
melting sealant such as Bynel (m.p. ~190 °C). The degradation in performance of cells 
assembled with 190 °C-treated electrode observed in this work may partially explain the lower 
efficiency typical shown by cells designed specifically for stability tests. With a growing 
interest in drying the TiO2/dye electrode before cell assembly and sealing DSSCs with Bynel 
for better durability, these results are certainly useful for the fabrication of DSSCs in industry. 
The results in this chapter also suggest that efficient solid-state DSSCs can possibly be 
fabricated by melt-processing hole transport materials with melting points ≤190 °C, especially 
when the D149 dye is used. The effect of melting hole transporting materials through TiO2/dye 
film at elevated temperatures on the resultant cell performance will be studied in Chapter 4.2. 
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Chapter 4.2  
Melt-Processing Hole Transporting Materials in Solid-State Dye-
Sensitised Solar Cells 
4.2.1 Introduction 
Deposition of hole transporting materials (HTMs) from solution always results in low a 
pore-filling fraction as mentioned in Chapter 4.1. One promising technique to deposit HTM 
onto porous TiO2 film without using any solvent is the melt-processing method, which was 
first reported by Fredin et al. in 2009.
69a
 The HTM, 4,4’,4’’-tris(N,N-diphenyl-amino)-
triphenylamine (see Fig. 4.14), was spread on top on a D5-sensitised TiO2 film which was 
placed on a hot plate. The HTM started to melt when the temperature of the hot plate reached 
its melting point. The HTM melt was then doctor-bladed on the TiO2 film. During the process, 
the melted HTM was drawn deeper down while filling up the pores of TiO2. SEM images show 
an efficient pore filling even when a 10 µm thick TiO2 film was used. However, the 
photocurrent and efficiency of the cell are quite low (0.02 mA cm
-2
 and 0.0037 % 
respectively). This is probably due to the high melting temperature of the HTM used (255 °C). 
 
Fig. 4.14 Chemical structure of 4,4’,4’’-tris(N,N-diphenyl-amino)-triphenylamine. 
A slightly different method and another HTM were attempted in another paper.
112
 A 
solution of lithium salt and a separate solution of the HTM, 4-(diethyl-amino)benzaldehyde-
1,1)-diphenyl-hydrazone (m.p. = 92-95 °C) were dropped onto a D35-sensitised TiO2 film 
successively. After evaporation of solvent, the hot plate was heated to 150 °C for 30 seconds to 
allow the HTM melt to infiltrate into TiO2 pores. A higher conversion efficiency of 0.12 % 
under 1-sun illumination was achieved. But this is still >15 times smaller when compared to 
liquid-state DSSCs fabricated using the conventional method with the same TiO2 film and dye. 
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Fig. 4.15 Chemical structures of 4-(diethyl-amino)benzaldehyde-1,1)-diphenyl-hydrazone (left) and the 
D35 dye (right). 
A modified technique where the HTM was melted from one side of the dye-sensitised 
TiO2 film (procedures have been described in Chapter 2) has been reported in our research 
group.
69b
 VM3, with a melting point of 134 °C, as HTM and the N719 dye were used. Iodine 
doping was applied to HTM after melt-processing to enhance the efficiency of the cell. An 
efficient pore coating was indicated by transient absorption spectroscopy (TAS) measurements 
where the regeneration lifetimes and the regeneration efficiency were found to be <1 µs and 
>90 % respectively. However, the 0.075 % conversion efficiency achieved is still relatively 
low. 
 
Fig. 4.16 Chemical structure of VM3. 
Melt-processing of HTM has been shown to be a promising technique for the fabrication 
of solid-state DSSCs due to the higher pore-filling fraction achieved. But so far, all the DSSCs 
made by this method show low overall efficiencies. In the second part of this chapter, the effect 
of melt-processing two different HTMs, N,N′-bis(3-methylphenyl)-N,N′-diphenylbenzidine 
(TPD) and 2,2’,7,7’-tetrakis-(N,N-di-p-methoxyphenylamine)9,9’-spirobifluorene (spiro-
122 
OMeTAD) or SOT), at 190 and 255 °C respectively will be presented. The melt-processing 
approach previously published was employed.
69b
 It was followed by 20-hour soak in toluene to 
completely remove the HTMs. After removal of the HTM, the film is incorporated into a 
standard TiO2/dye/electrolyte DSSC using normal procedures. For comparison, air-heated 
TiO2/dye films were also immersed in toluene before assembling into a DSSC. Absorption 
spectra of these films and JV’s and transient photovoltage and photocurrent data of the 
resultant liquid junction DSSCs assembled with these films will be presented. Solid-state 
DSSCs have been fabricated by melt-processing TPD and spiro-OMeTAD and their JV 
characteristics will be also presented in this chapter. 
4.2.2 Experimental Methods 
Heat Treatment, Toluene Treatment and Melt-Processing of Hole Transporting Materials on 
TiO2/dye Films 
A layer of nanoporous TiO2 film was deposited on FTO glass by the same doctor-blading 
method used in fabrication of standard DSSCs as described in Chapter 2. Two transparent TiO2 
pastes, one from DyeSol, the other prepared in our laboratory by Dr. X. Li, and the scattering 
TiO2 paste from G24i were used in this chapter. TiCl4 post-treatment was applied as described 
in Chapter 2. For the films that required dye sensitisation, the films were immersed either in a 
0.3 mM Z907 in tert-butanol (TBA)/ acteonitrle (ACN) (1:1 by volume) for 20 hours or in 0.06 
mM D149 and 0.24 mM cheno in TBA/ACN (1:1 by volume) for 3 hours. For the TiO2/dye 
films that required heat treatment, the as-made films were placed on a hotplate (Heidolph MR 
Hei-Tec) preset to 190 °C or 255 °C for 1 minute in room air. Melt-processing of hole 
transporting materials (HTMs) was conducted as described in Chapter 2. For the TiO2/dye and 
TiO2/dye/HTM films that required toluene treatment, they were immersed in toluene for 20 
hours. After each heat or toluene treatment, the films were then immersed in ACN for 15 
minutes before their UV-vis spectra were recorded. UV-vis spectra were taken as described in 
Chapter 2. Standard liquid junction DSSCs were assembled as described in Chapter 2 using the 
above films.  
Fabrication of Solid-State Dye-Sensitised Solar Cells 
Preparation of dye-sensitised TiO2 electrodes and melt-processing of HTM were 
performed as described in Chapter 2. In the case of solid-state DSSCs with TPD, the TPD was 
doped using vapour of NOBF4. A small amount of NOBF4 was placed in a 20 mL vial, and 
heated to 150 °C. The TiO2/dye/TPD film was then placed in the vial, with TPD facing down, 
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about 1 cm above the NOBF4 for 2 minutes. JV was measured after each 2 minute exposure. 
This doping procedure was repeated until optimum cell efficiency was achieved. For the melt-
processed spiro-OMeTAD cell, spiro-OMeTAD was melt-processed together with 3 wt% 
bis(trifluoromethane)sulfonamide lithium salt (Li-TFSI) and 8 wt% 4-tert-butylpyridine (TBP). 
No intentional doping was conducted. For the reference solid-state DSSC, a solution of 68 mM 
spiro-OMeTAD, 9 mM Li-TFSI and 55 mM TBP in chlorobenzene was spin-coated onto a 2 
µm TiO2/Z907 film using a Laurell WS-400A-6NPP/LITE spin coater. No heat treatment was 
applied. The solution was rested on the TiO2/Z907 film in the spin-coater for 45 seconds before 
applying a spin-coating rate of 2000 revolutions per minute (rpm) for 45 seconds. Pressed 
graphite was used as a cathode as described in Chapter 2. Current density vs. voltage (JV), 
transient photovoltage and photocurrent, and charge extraction at open and short circuit were 
measured as described in Chapter 2. 
4.2.3 Results 
4.2.3.1 Toluene Treatment 
 
Fig. 4.17 Absorption spectra of TiO2 film, in air, with melt-processed TPD, and with TPD desorbed by 
toluene treatment. The TiO2 film was 7 µm thick, transparent, and on FTO glass. (Rmv. Tol. indicates 
HTM Removed by Toluene) [This figure is reproduced with the permission of the rights holder, The 
Royal Society of Chemistry.]
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Fig. 4.17 shows the absorption spectra of a blank TiO2 film (red curve) and the same film 
after melt-processing of TPD (blue curve). Then the same film was immersed in toluene for 20 
hours so as to desorb TPD and the resulting absorption spectrum (blank dotted curve) is also 
shown in the Fig. 4.17. These spectra show that TPD melted on a nanoporous TiO2 film has 
been removed by toluene completely. It is noted that due to the light scattering effect in air, the 
nanoporous TiO2 film when it is on its own (red) shows an absorption with a broad tailing off 
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region from 400 nm up to 600 nm. This scattering effect is removed after the pores are filled up 
by TPD (blue) by melt-processing, resulting in a decrease in absorbance in the 400-600 nm 
region. The increase in absorbance below 400 nm is due to the presence of TPD, which was 
reported to show an absorption onset at about 400 nm and a peak at 375 nm when its solution 
is spin-coated onto a quartz glass substrate.
120
 In the same figure, we can also see that the 
absorption spectrum of TiO2 film with TPD after toluene treatment (dotted black curve) is 
almost identical to that before melting TPD through (red). This suggests that the toluene 
treatment successfully desorbs all the TPD from the TiO2 film. A similar experiment was 
conducted using spiro-OMeTAD (abbreviated as SOT in figures). As shown in Fig. 4.18 the 
same toluene treatment completely removes spiro-OMeTAD melted on the nanoporous TiO2 
layer. This toluene treatment was then employed to remove TPD and spiro-OMeTAD in the 
next series of experiments. 
 
Fig. 4.18 Absorption spectra of TiO2 film, in air, with melt-processed spiro-OMeTAD (SOT), and with 
SOT desorbed by toluene treatment. The TiO2 film was 7 µm thick, transparent, and on FTO glass. 
(Rmv. Tol. indicates HTM Removed by Toluene) 
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4.2.3.2 Effect of Heat and Toluene Treatment on TiO2/Dye Films and the Resultant Cell 
Performance 
TiO2/Z907 Films 
 
Fig. 4.19 Absorption spectra of Z907-sensitised TiO2 film (DyeSol, 7 µm) before and after different 
treatments as noted in legend. (Rmv. Tol. indicates HTM Removed by Toluene) 
Fig. 4.19 shows the absorption spectra of five TiO2/Z907 films, each of which has 
undergone different treatment(s). When comparing the two red curves, it can be seen that the 
toluene treatment does not cause any observable change in the absorption spectrum. After 
melt-processing TPD on the TiO2/Z907 (which takes 1 minute) film and removal of TPD by 
toluene, the peak of the absorption (solid green curve) is blue-shifted by 8 nm and its 
absorbance decreases by ~10 %, when compared to the TiO2/Z907 film without undergoing 
any treatment (solid red curve). A TiO2/Z907 film which was heated at 190 °C in air without 
TPD shows the same absorption spectra as the one melt-processed with TPD, followed by TPD 
removal in toluene. This result shows that any change in the absorption spectrum during melt-
process of TPD is entirely caused by the heat applied only but not by TPD. Furthermore, a 
TiO2/Z907 film which was heated at 190 °C for 1 minute was immersed in toluene for 20 
hours. Its absorption spectrum is also the same the one with TPD melt-processed and then 
removed. It indicates that the toluene treatment for removing TPD does not contribute to the 
change in absorption observed.  
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Fig. 4.20 One-sun JV curves of liquid-state DSSCs fabricated with Z907-sensitised TiO2 electrodes 
(DyeSol, 7 µm) having undergone different treatments as noted in legend. Electrolyte was 0.8 M PMII, 
50 mM iodine, 50 mM GuSCN, 0.28 M TBP and 25 mM LiI in MPN. (Rmv. Tol. indicates HTM 
Removed by Toluene) 
Table 4.3 One-sun performance of liquid-state DSSCs fabricated with Z907-sensitised TiO2 electrodes 
(DyeSol, 7 µm) having undergone different treatments as noted in legend. Conditions as in Fig. 4.20. 
(Rmv. Tol. indicates HTM Removed by Toluene) 
Treatment 
Jsc/  
mA cm
-2 Voc/ V 
Fill 
Factor 
Efficiency/ 
% 
No Treatment 11.2 0.71 0.58 4.61 
TPD@190°C, Rmv. Tol. 9.85 0.68 0.62 4.15 
     
Toluene 10.7 0.74 0.63 4.95 
Air@190 9.44 0.65 0.63 3.87 
Air@190°C, Toluene 9.57 0.65 0.62 3.89 
Fig. 4.20 and Table 4.3 show the change in JV's of the liquid-state DSSCs assembled with 
the TiO2 electrodes mentioned above. DSSCs made with the three 190 °C-treated films show 
similar decrease in JV characteristics (the three green curves), no matter treated with TPD 
and/or toluene or not. They show a ~15 % decrease in short-circuit current density (Jsc) and a 
30-60 mV reduction in open-circuit voltage (Voc). These data show that during melt-
processing of TPD, the detrimental effect on TiO2/Z907 film and the performance of the 
resultant liquid-state DSSCs is relatively small and caused by the heat applied. A cell with 
TiO2/Z907 electrodes not heated nor treated in toluene only shows small change in JV 
characteristics, relative to the control cell which electrode has undergone no treatment. The 
observed change may be partly contributed by the removal of proton from the TiO2 surface 
during the toluene treatment. This will result in a higher conduction band level and reduce 
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injection. If it is the case, the effect is relatively small as shown in Fig. 4.20. Another possible 
explanation for the observed change is simply random variation.  
 
Fig. 4.21 Recombination lifetime vs. charge density of liquid-state DSSCs fabricated with Z907-
sensitised TiO2 electrodes (DyeSol, 7 µm) having undergone different treatments as noted in legend. 
Conditions as in Fig. 4.20. (Rmv. Tol. indicates HTM Removed by Toluene) 
With an aim to confirm whether the heat applied during melt-processing is the main 
contributor of the detrimental effect on the resultant cell performance, transient photovoltage 
and photocurrent and charge extraction measurements were conducted on the same cells above. 
Fig. 4.21 shows the change in recombination lifetime of these cells. All the three cells with 
films treated at 190 °C show a similar reduction in recombination lifetime by a factor of ~6, 
relative to the control cell with non-treated film. This is sufficient to explain the drop in Jsc’s 
and Voc’s of these cells.  
Moreover, no significant change was observed in charge density versus Voc, charge 
density versus Jsc and transport lifetime upon any of the above treatments (as shown in Fig. 
A.18, A.19 and A.20 in Appendix respectively). This supports the conclusion that it is the heat 
applied during melt-processing of TPD which reduces the recombination lifetime and it is the 
reduced recombination lifetime that causes a decline in the resultant cell performance when 
compared to the control cell.  
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Fig. 4.22 Absorption spectra of Z907-sensitised TiO2 film (DyeSol, 7 µm) before and after different 
treatments as noted in legend. (Rmv. Tol. indicates HTM Removed by Toluene) 
 
Fig. 4.23 One-sun JV curves of liquid-state DSSCs fabricated with Z907-sensitised TiO2 electrodes 
(DyeSol, 7 µm) having undergone different treatments as noted in legend. Electrolyte was 0.8 M PMII, 
50 mM iodine, 50 mM GuSCN, 0.28 M TBP and 25 mM LiI in MPN. (Rmv. Tol. indicates HTM 
Removed by Toluene) 
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Table 4.4 One-sun performance of liquid-state DSSCs fabricated with Z907-sensitised TiO2 electrodes 
(DyeSol, 7 µm) having undergone different treatments as noted in legend. Conditions as in Fig. 4.23. 
Treatment 
Jsc/  
mA cm
-2 Voc/ V 
Fill 
Factor 
Efficiency/ 
% 
No Treatment 11.2 0.71 0.58 4.61 
SOT@255°C, Rmv. Tol. 5.21 0.56 0.65 1.88 
     
Air@255°C 6.77 0.58 0.62 2.43 
Air@255°C, Toluene 4.60 0.55 0.68 1.68 
A similar series of experiments were performed on TiO2/Z907 films with spiro-OMeTAD. 
Again, the absorption spectra of the three 255 °C-treated TiO2/Z907 films are almost the same. 
It could be said the film which was heated at 255 °C but not treated in toluene shows a slightly 
higher absorption that the other two toluene-treated film. This would suggest some of the Z907 
dye was desorbed in toluene. However the difference may also be within random variations. 
Fig. 4.23 and Table 4.4 show the JV characteristics of the cells assembled with the above films. 
As expected, the three cells with 255 °C-treated TiO2/Z907 electrodes show a decrease in both 
Jsc’s (40-60 %) and Voc’s (130-160 mV), relative to the control cells with non-treated 
electrodes. It is also noted that among the three cells with 255 °C-treated TiO2/Z907 electrodes, 
the one not treated in toluene shows a higher Jsc by 30-40 % than the other 2 toluene-treated 
ones. Integration of their absorption spectra with AM 1.5 spectrum shows that the absorbed 
photon flux is only ~10 % higher in the cells with film not treated in toluene. This cannot fully 
explain the difference in photocurrent in these cells. Transient photovoltage measurements 
were then taken on these cells.  
The recombination lifetimes of all the three cells with 255 °C-treated TiO2/Z907 
electrodes are two orders of magnitude shorter than the control cells with non-treated 
electrodes as shown in Fig. 4.24. Among these three cells with 255 °C-treated TiO2/Z907 
electrodes, the longer recombination lifetime (by a factor of 3) in the cell with electrode not 
treated in toluene than the other two can explain the high Jsc in this cell. The reason for the 
difference in recombination lifetime in these cells is not clear. More experiments will be 
needed to find out why. But in any case, this difference is still a lot smaller than that between 
the 255 °C-treated and non-treated ones. It can still be concluded that the heat applied to the 
TiO2/Z907 film during melt-processing of spiro-OMeTAD is the main contributor to the 
decrease in resultant cell performance, relative to the control cells assembled with non-treated 
film. 
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Fig. 4.24 Recombination lifetime vs. charge density of liquid-state DSSCs fabricated with Z907-
sensitised TiO2 electrodes (DyeSol, 7 µm) having undergone different treatments as noted in legend. 
Conditions as in Fig. 4.23. (Rmv. Tol. indicates HTM Removed by Toluene) 
TiO2/D149 Films 
 
Fig. 4.25 Absorption spectra of D149-sensitised TiO2 film (DyeSol, 7 µm) before and after different 
treatments as noted in legend. (Rmv. Tol. indicates HTM Removed by Toluene) 
To test generality of the results shown in the TiO2/Z907 series, similar experiments were 
conducted on the D149 dye. The data in Fig. 4.25 follow the general trend that the peak 
absorption decreases with temperature. More importantly, the presence of hole transporting 
materials (HTMs) during the heating process does not cause any significant additional change 
in absorption of the TiO2/D149 films, relative to the film which was heated at the same 
temperature without HTMs. Fig. 4.26 and Table 4.5 show the variation in JV characteristics of 
cells assemble with TiO2/D149 treated in different ways. The cells with the TPD-treated and 
the other two 190 °C-treated films show a decrease of only 50-70 mV in Voc and essentially no 
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change in Jsc relative to the control cells with non-treated films. Among the three cells with 
190 °C-treated films, no significant difference is observed in their JV characteristics. A more 
significant decrease in cell performance (20-30 % drop in Jsc and 140-190 mV decrease in 
Voc) is observed in the three cells with 255 °C-treated films, which can be explained by the 30-
fold reduction in recombination lifetime, when compared to the control cells as shown in Fig. 
4.27. But more importantly, the variation shown in the JV characteristics and recombination 
lifetime among the three cells with 255 °C-treated films is relatively small, when compared to 
the difference between them and the control cell. This again leads to the conclusion that it is 
the heat applied to the TiO2/D149 electrodes during melting process of TPD or spiro-OMeTAD 
which causes the detrimental effect on the resultant cell performance, when compared to the 
control cells.  
 
Fig. 4.26 One-sun JV curves of liquid-state DSSCs fabricated with D149-sensitised TiO2 electrodes 
(DyeSol, 7 µm) having undergone different treatments as noted in legend. Electrolyte: 0.8 M NaI, 40 
mM iodine and 0.2 M GuSCN in MPN. (Rmv. Tol. indicates HTM Removed by Toluene) 
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Table 4.5 One-sun performance of liquid-state DSSCs fabricated with Z907-sensitised TiO2 electrodes 
(DyeSol, 7 µm) having undergone different treatments as noted in legend. Conditions as in Fig. 4.26. 
(Rmv. Tol. indicates HTM Removed by Toluene) 
Treatment 
Jsc/ 
mA cm
-2 Voc/ V 
Fill 
Factor 
Efficiency/ 
% 
No Treatment 12.3 0.67 0.44 3.65 
TPD@190°C, Rmv. Tol. 11.2 0.59 0.49 3.27 
SOT@255°C, Rmv. Tol. 8.39 0.49 0.49 2.01 
     
Toluene 11.81 0.59 0.48 3.37 
Air@190°C 12.5 0.62 0.46 3.59 
Air@190°C, Toluene 11.1 0.60 0.49 3.26 
Air@255°C 9.33 0.48 0.49 2.20 
Air@255°C, Toluene 10.3 0.53 0.50 2.72 
 
Fig. 4.27 Recombination lifetime vs. charge density of liquid-state DSSCs fabricated with Z907-
sensitised TiO2 electrodes (DyeSol, 7 µm) having undergone different treatments as noted in legend. 
Conditions as in Fig. 4.26. (Rmv. Tol. indicates HTM Removed by Toluene) 
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4.2.3.3 Effect of Heat on Thinner TiO2/Dye Films (1-2 µm) and the Resultant Cell 
Performance 
 
Fig. 4.28 Absorption spectra of Z907-sensitised TiO2 film (transparent, 1.3 µm) after 1 minute heating 
at different temperatures. [This figure is reproduced with the permission of the rights holder, The Royal 
Society of Chemistry.]
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Fig. 4.29 Absorption spectra of D149-sensitised TiO2 film (transparent, 2 µm) after 1 minute heating at 
different temperatures. [This figure is reproduced with the permission of the rights holder, The Royal 
Society of Chemistry.]
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The thickness of the TiO2 films employed in most solid-state DSSCs is limited to 2 µm 
due to the pore-filling issues described in Chapter 1. In order to mimic the effect of heating on 
this kind of cell, TiO2 films with a thickness of 1-2 µm were prepared and sensitised by either 
Z907 or D149. Again, a general trend that higher temperature causes a blue-shift and a 
decrease in peak absorption in Z907 cells is found. In the case of D149, heating the electrode at 
120 °C and 190 °C does not change the absorption spectrum while the same treatment at 255 
°C reduces the peak absorption but does not cause any blue-shift, relative to the control cells. 
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Fig. 4.30 One-sun JV curves of liquid-state DSSCs fabricated with Z907-sensitised TiO2 electrodes 
(transparent, 1.3 µm) heated at different temperatures for 1 minute. Electrolyte: 0.8 M PMII, 50 mM 
iodine, 50 mM GuSCN, 0.3 M benzimidazole in MPN. [This figure is reproduced with the permission 
of the rights holder, The Royal Society of Chemistry.]
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Fig. 4.31 One-sun JV curves of liquid-state DSSCs fabricated with D149-sensitised TiO2 electrodes 
(transparent, 2 µm) heated at different temperatures for 1 minute. Electrolyte: 0.8 M NaI, 40 mM iodine 
and 0.2 M GuSCN in MPN. [This figure is reproduced with the permission of the rights holder, The 
Royal Society of Chemistry.]
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Table 4.6 One-sun performance of liquid-state DSSCs fabricated with TiO2/Z907 and TiO2/D149 
electrodes having undergone different treatments. Conditions as in Fig. 4.30 and 4.31. [This table is 
reproduced with the permission of the rights holder, The Royal Society of Chemistry.]
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Dye and Treatment 
Jsc/  
mA cm
-2 Voc/ V 
Fill 
Factor 
Efficiency/ 
% 
Z907, No Treatment 4.20 0.81 0.70 2.39 
Z907, Air@120°C 3.84 0.80 0.73 2.25 
Z907, Air@190°C 3.69 0.77 0.68 1.92 
Z907, Air@255°C 3.36 0.69 0.72 1.67 
      
D149, No Treatment 9.49 0.73 0.52 3.58 
D149, Air@120°C 9.63 0.73 0.56 3.90 
D149, Air@190°C 8.98 0.68 0.52 3.16 
D149, Air@255°C 8.22 0.58 0.55 2.61 
Fig. 4.30 and 4.31, and Table 4.6 show the variation in JV’s of the liquid-state DSSCs 
made with 1-2 µm thick TiO2 film sensitised by Z907 and D149 upon heating at different 
temperatures. The decrease in Jsc’s for cells with TiO2/Z907 electrodes of 1.3 µm thickness is 
generally smaller than that of 7 µm thickness shown in Fig. 4.3. Heating the 1.3 µm thick 
TiO2/Z907 electrode at 255 °C for 1 minute prior to cell fabrication decreases the Jsc by only 
20 %, which is about the same as the decrease in the absorbed photon flux. However, the 
decrease in Voc is 120 mV while the reduction in recombination lifetime is still ~30 fold as 
shown in Fig. 4.32. This will in principle result in a 5-fold decrease in diffusion length. Since 
the same decrease in diffusion length will have a smaller effect in thinner films, this data 
supports the conclusion that the loss in photocurrent in 7 µm films is mainly caused by the 
decrease in collection efficiency. For the D149 series, the trend with thinner TiO2 electrodes (2 
µm) is similar. Treatment on TiO2/D149 films at 255 °C prior to cell fabrication decreases the 
Jsc and Voc by ~13 % and 150 mV respectively. This change is mainly caused by the ~6-fold 
reduction in recombination lifetime as shown in Fig. 4.33. It is noted that the increase in Jsc 
and fill factor in the cell with electrode treated at 120 °C is probably due to random variations. 
136 
 
Fig. 4.32 Recombination lifetime vs. charge density of liquid-state DSSCs fabricated with Z907-
sensitised TiO2 electrodes (transparent, 2 µm) heated at different temperatures for 1 minute. Conditions 
as in Fig. 4.30. [This figure is reproduced with the permission of the rights holder, The Royal Society of 
Chemistry.]
119 
 
Fig. 4.33 Recombination lifetime vs. charge density of liquid-state DSSCs fabricated with D149-
sensitised TiO2 electrodes (transparent, 2 µm) heated at different temperatures for 1 minute. Conditions 
as in Fig. 4.31. [This figure is reproduced with the permission of the rights holder, The Royal Society of 
Chemistry.]
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4.2.3.4 Fabricating Solid-State DSSCs by Melt-Processing Hole Transporting Materials 
(HTMs)  
 
Fig. 4.34 JV curves of the two best solid-state DSSCs fabricated by melt-processing HTMs and a 
reference cell fabricated by spin-coating solution of spiro-OMeTAD (SOT). Compositions are shown in 
Table 4.7. (one-sun JV: solid line; dark JV: dotted line). [This figure is reproduced with the permission 
of the rights holder, The Royal Society of Chemistry.]
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Table 4.7 One-sun performance of the best solid-state DSSCs fabricated by melt-processing HTMs and 
a reference cell fabricated by spin-coating solution of spiro-OMeTAD (SOT). [This table is reproduced 
with the permission of the rights holder, The Royal Society of Chemistry.]
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Dye 
TiO2 film 
(thickness) 
HTMs 
Jsc/  
mA cm
-2 
Voc/ 
V 
Fill 
Factor 
Efficiency/ 
% 
D149 
Scattering  
(2 µm) 
Melt-processing TPD, 
doped by NOBF4 
2.16 0.46 0.35 0.35 
Z907 
Scattering  
(2 µm) 
Melt-processing SOT, Li-
TFSI and TBP 
3.30 0.46 0.30 0.45 
Z907 
Scattering  
(2 µm) 
Spin-coating SOT, Li-TFSI 
and TBP in chlorobenzene 
3.20 0.64 0.54 1.11 
Noticing the relatively small detrimental effect of heat on performance of cells with 1-2 
µm TiO2/dye films, solid-state DSSCs were then fabricated by melt-processing TPD (m.p. 
~180 °C) and spiro-OMeTAD (m.p. ~248 °C).
70
 Fig. 4.34 and Table 4.7 show the JV results of 
these cells. The D149 cell melt-processed with TPD was fabricated by R. Spence, a MSci 
student in our research group. This result is included here because it is one of the most efficient 
solid-state DSSCs fabricated by melt-processing HTMs. For purpose of comparison, a 
reference cell was fabricated by spin-coating solution of spiro-OMeTAD and the results are 
also presented in Fig. 4.34 and Table 4.7. From the results of liquid-state DSSCs, a significant 
impact on the Jsc from melt-processing procedure would not be expected. Nevertheless, the 
Jsc’s of these melt-processed cells are in fact lower than expected from a 2 µm thick film with 
either D149 or Z907. This is in part due to the high series resistance (Rser) of the HTM layer. 
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The series resistance of each cell can be calculated from the slope of the far forward bias 
portion of its JV. The Rser of the melt-process TPD and spiro-OMeTAD are 85 and 60 ohms 
respectively, compared to 26 ohms in the spin-coated cell. In literature, it was demonstrated 
that the Rser an efficient cell can be below 20 ohms.
46
 Since the dark JV curves of both TPD 
and spiro-OMeTAD do not show any signs of current leakage at reverse bias, the photocurrent 
measured at reverse bias can be used to compare the photocurrent generation in the TiO2/dye 
electrodes. As shown in Fig. 4.34, the photocurrent generation of the melt-processed 
TiO2/Z907/spiro-OMeTAD cell is at least 5.5 mA cm
-2
, which is close to the photocurrent 
expected from a 2 µm thick TiO2/Z907 film. The same cell fabricated by spin-coating solution 
of spiro-OMeTAD only gave 3.2 mA cm
-2
. This suggests that the melt-processing cell shows a 
better charge generation and collection, which is possibly caused by a higher pore filling by 
spiro-OMeTAD than spin-coated cell. On the other hand, the photocurrent of the 
TiO2/D149/TPD measured at reverse bias is only half that of a 2 µm liquid-state cell assembled 
with 190 °C-treated film. The reason for the relatively low photocurrent is still unclear. The 
Voc’s in both of the melt-processed cells are only 0.46 V, which is relatively low when 
compared with 0.64 V achieved in the spin-coated spiro-OMeTAD cells. In literature, efficient 
cells with spin-coated spiro-OMeTAD has even reached 0.98 V.
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4.2.4 Discussion 
It is found that treating TiO2/dye electrodes with or without hole transport materials at the 
same temperature result in similar absorption spectra and JV characteristics. Therefore, it is the 
heat applied to the TiO2/dye film during melt-processing of HTMs that causes the detrimental 
effect on the performance of liquid junction cells assembled with it. However, the heat applied 
is not the only contributor the relatively low efficiency of melt-processed cells reported in this 
thesis. It has been discussed in the Results section that the lower than expected Jsc’s are partly 
due to the high Rser. In fact, the high Rser in the melt-processed cells is mainly caused by 
overlayer of HTM sitting on top of the TiO2/dye electrode. The thickness of the overlayer of 
the melt-processed TPD and spiro-OMeTAD is found to be 2 and 5 µm respectively, compared 
to ~200 nm in the spin-coated one. Moreover, in the case of TPD cell where the TPD was 
doped by gaseous NOBF4 after melt-processing. It is likely that the NOBF4 was not able to 
reach the TPD which was deep inside the TiO2 film, leaving the TPD there undoped. This 
would then increase the overall series resistance of the cell. On the other hand, the relatively 
high series resistance in spiro-OMeTAD cells might also be due to an uneven distribution of 
bis(trifluoromethane)sulfonamide lithium salt (Li-TFSI) in the spiro-OMeTAD melt during the 
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melt-processing process. The addition of Li-TFSI has been reported to give similar effects to 
spiro-OMeTAD as a p-dopant 
121
 and a complex doping mechanism involving oxygen has been 
suggested by Abate et al.
122
 In this reaction mechanism, the oxidation of spiro-OMeTAD is 
catalysed by Li
+
 ions while TFSI
- 
stabilises the oxidised form of spiro-OMeTAD. Thus, an 
inhomogeneous distribution of oxidised spiro-OMeTAD will then result in a high resistance 
across the spiro-OMeTAD layer. The Voc’s of the two melt-processed cells are both 0.46 V, 
which is relatively low. In the case of spiro-OMeTAD cell where Li-TFSI and the base 4-tert-
butylpyridine (TBP) were melt-processed together with spiro-OMeTAD, much of the TBP 
(b.p. ~197 °C) presumably evaporated during the melt-processing which took place at 255 °C. 
Therefore, the low Voc may also be partly due to the loss of TBP since base is added to DSSCs 
to increase the Voc and spiro-OMeTAD without TBP have been reported to give significantly 
lower Voc.
61, 123
 One the other hand, it is not clear yet if increased recombination is a 
contributor to this. 
A melt-infiltration technique which is similar to the melt-processing method employed in 
this study has been reported recently.
124
 A solution spiro-MeTAD with Li-TFSI and TBP in 
chlorobenzene was first spin-coated on a TiO2/D35 film in air. The TiO2/D35/spiro-OMeTAD 
film was then heated at 280 °C for 30 seconds in a nitrogen glovebox to let the spiro-OMeTAD 
melt to infiltrate the mesoporous TiO2 film. This resulted in an increase in pore-filling fraction 
from 63 % to 94 %, calculated using SEM images. Also the overlayer thickness of spiro-
OMeTAD was reduced to ~350 nm, which led to a series resistance of <20 ohms in the 
resultant cell as shown in the far forward bias of its JV curve. However, the cell produced an 
overall efficiency of only 0.33 % and a low Voc of 0.42 V, which is in good agreement with 
the results of the melt-processed spiro-OMeTAD cell shown in Fig. 4.34 and Table 4.7. The 
authors also attributed the low Voc to the loss of TBP upon heating, which was supported by a 
red-shift in the absorption peak of the D35 dye after the melt-infiltration process. 
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4.2.5 Conclusion 
The results in this chapter imply that melt-processing of HTMs to make solid-state DSSCs 
should be feasible. Indeed, the first solid-state DSSC fabricated by melt-processing of spiro-
OMeTAD, together with Li-TFSI and TBP, has been presented here. The cell gives a 1-sun 
efficiency which, though still only 0.45 %, is ~4 times higher than previously reported for 
melt-processed device. Higher efficiency can be achieved by minimising the overlayer 
thickness of hole transporting materials left on top of the TiO2 after the melt-processing 
procedure. Cell performance can also be improved by utilisation of dyes which show good 
stability at elevated temperature up to 255 °C when adsorbed on TiO2 film. Alternatively, melt-
processing hole transporting materials which have a melting point <190 °C can also minimise 
the detrimental effect on cell performance caused by the heat applied to the TiO2/dye electrode. 
Since the low Voc in our best cell is partly caused by the loss of TBP during melt-processing, 
replacing TBP by another base with a boiling point >255 °C will again increase the Voc and 
thus, the overall efficiency of the cell. 
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Chapter 5 
Preliminary Stability Study on Methylammonium 
Lead Halide Perovskite Solar Cells 
 
Abstract 
The stability of methylammonium lead triiodide (MAPI) and methylammonium lead 
iodide chloride (MAPIC) were examined under different humidity, oxygen and light levels. For 
complete devices with MAPI on mesoporous TiO2 (mp-TiO2) scaffold and the polymer P3HT 
as HTM, it is found that ultra-violet (UV) light causes rapid degradation. Encapsulation 
significantly enhances the cell stability when tested in air (humidity: ~40 %). Also, heating 
equivalent cells at 60 °C in the dark for 18 hours does not cause any detrimental effect on cell 
performance. An encapsulated mp-TiO2/MAPI/spiro-OMeTAD solar cell was fabricated. After 
exposing to 40 sun-equivalent (SE) illumination for 63 hours, the Jsc of the cell at 1 SE drops 
by 7 % only while the Voc decreases by 190 mV.  
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5.1 Introduction 
Most literature in the rapidly expanding area of hybrid perovskite solar cells focuses on 
the efficiency of devices, with little attention being paid to the critical issue of stability. As a 
film, methylammonium lead triioide (MAPI) films was found to show a colour change from 
brown to yellow when exposed to water.
125
 Reports suggested that water may react with MAPI 
to form yellow crystals of (CH3NH3)4PbI6∙2H2O.
126
 On the other hand, methylammonium lead 
iodide chloride (MAPIC) perosvkite was first claimed to be stable to processing in air by Lee 
et al.
75
 Nonetheless, the same research group later reported that MAPIC films are extremely 
sensitive to water in air until fully crystallised.
127
 MAPIC films have then been generally 
processed in dry nitrogen filled gloveboxes. Recently, the same research group showed that 
formamidinium lead triiodide did not show any colour change when stored at 150 °C in air for 
60 minutes whereas the colour of MAPI changed from brown to yellow.
128
 However, when 
being kept in a ~100 % relative humidity atmosphere, the rate of degradation (colour change) 
of the MAPI films is similar. Study on the stability of complete cells is also limited. Among 
the stability tests reported in literature, the cells are often stored either in the dark,
74
 
encapsulated,
79
 or exposed to a relatively low temperature of 40-45 °C.
79, 83
 Therefore, little is 
known about the effect of light (including UV light), water and oxygen in air, and heat on 
complete devices.  
In this project, some preliminary stability tests were performed on MAPI and MAPIC 
films and their solar cells. Six series of perovskite films were prepared. Each series consists of 
six different perovskite films: flat MAPI (flat layer refers to a compact layer without any 
mesoporous particles), flat MAPIC, MAPI on mesoporous TiO2 (mp-TiO2/MAPI), mp-
TiO2/MAPIC, MAPI on mesoporous Al2O3 (mp-Al2O3/MAPI) and mp-Al2O3/MAPIC. Each 
series of films were tested under different humidity levels in air and under light. Photographs 
of the films were taken after certain time of storage to record to the change in their colour. For 
complete devices, a series of mp-TiO2/MAPI/P3HT solar cells were fabricated. The effect of 
encapsulation and the cell stability against UV light, heat were examined. For long term 
stability test, an encapsulated mp-TiO2/MAPI/spiro-OMeTAD solar cell was exposed to 40 
sun-equivalent (SE) illumination for 63 hours (which delivers over 2500 hours equivalent of 1 
sun photo-excitations to the cell). The experimental results will be presented and discussed in 
this chapter. 
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5.2 Experimental Methods 
Preparation of MAPI and MAPIC Perovskite Films 
Glass microscope slides were cut into 1.2 x 1.2 cm
2
 pieces. The glass substrates were 
cleaned with a glass cleaner, followed by rinsing with deionised (DI) water and IPA. After 
drying in air for 10 minutes, they were heated on the hotplate (Detlef Gestigkeit 
Elektrotechnik) at 450 °C for 30 minutes. For mp-TiO2 films, a diluted paste of TiO2 
nanoparticles from G24i (17 wt% in water) was spin-coated onto the substrates, which was 
then heated at 450 °C for 30 minutes. For films with mp-Al2O3, a diluted alumina paste, 
prepared by Dr. X. Li in our laboratory as reported previously,
129
 was spin-coated onto the 
substrates, which was then heated at 400 °C for 30 minutes. The thickness of the TiO2 and 
Al2O3 films was ~150 nm as measured by the Tencor Alphastep 200 Automatic Step Profiler.  
For MAPI films, a 1:1 molar solution of lead iodide and methylammonium iodide in 
gamma-butyrolactone (1.25 M) was heated and stirred at 60 °C for 1-2 hours until a clear 
yellow solution was formed. Before use, the mixture was allowed to cool to room temperature 
and any precipitate was separated from the solution via centrifuging at 8000 revolutions per 
minute (rpm) for 30 minutes. The supernatant was transferred to another vial where it was 
diluted by 1/3 with gamma-butyrolactone (GBL). For MAPIC films, a 1:3 molar solution of 
lead chloride (0.29 M) and methylammonium iodide (0.88 M) in dimethylformamide (DMF) 
was stirred at room temperature for 1 hour until a clear yellow solution was formed. The 
solution for MAPI or MAPIC films was spread onto the glass substrate (without mesoporous 
layer, with mp-TiO2 or with mp-Al2O3) and allowed to sit for 45 seconds and then spin-coated 
at 1200 rpm for 45 seconds in the glovebox. The substrates with MAPI and MAPIC were then 
dried at 100
 
°C for 15 and 45 minutes respectively. The thickness of flat MAPI and MAPIC 
film on glass without mesoporous layer was also ~150 nm.  
Each of the six series of films was stored in a different environment: GB-Dark, GB-Light, 
Dry-Dark, Dry-Light, Wet-Dark and Wet-Light. The details of each environment were shown 
in Fig. 5.1. White light-emitting diodes (LEDs) with no ultra-violet (UV) emission were used 
for illumination. Photographs of films were taken by a Sony DSC-L1 camera as made and after 
2 hours, 18 hours, 5 days and 2 weeks of storage. It is noted that the films were taken out of 
their specific storage environment and left in air (humidity: 40 %, i.e. 6.9 g/m
3
 at 20 °C) for 5-
10 minutes when their photographs were taken. For the Dry-Light, Wet-Dark and Wet-Light 
series, after storage for 2 weeks, the films were heated at 110 °C for 30 minutes. After that, 
photographs were taken on them again. 
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Fig. 5.1 Schematic diagram showing the conditions in which the perovskite films were stored in during 
the stability test. 
MAPI Perovskite Solar Cells 
Three types of perovskite solar cells, mp-TiO2/MAPI/P3HT, mp-TiO2/MAPI/DPPTTT 
and mp-TiO2/MAPI/spiro-OMeTAD, were fabricated as described in Chapter 2. The high light 
Jsc and JV measurements were taken with a Ministat Mark IV potentiostat (0-1 Amp). 
Illumination was provided by a Luxium plasma lamp (LIFI 4000P 230 Watt), which has a rated 
output of 4500 lumens. Its output spectrum was shown in Fig. 5.2 and almost all of it is within 
the visible range. It is noted that the one sun-equivalent (SE) energy of this spectrum will vary 
depending on the absorption spectrum of the cell under investigation. A 420 nm cutoff filter 
was used to eliminate UV light when mentioned. Intensity of light incident on solar cells was 
controlled by varying the distance of the cell from the focal point of the light source. The 
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distance for one sun-equivalent (SE) illumination was determined for each solar cell by 
measuring the Jsc under simulated AM1.5 irradiation, then varying the distance of cell from 
Luxim lamp until the same Jsc was found. The SE values for other distances were determined 
from a measured calibration curve. For Jsc vs. time experiment, the cell was illuminated at 
short circuit almost all the time apart from the short periods of time when JV curves were 
measured. Current density vs. voltage, transient photovoltage and photocurrent, and charge 
extraction at open and short circuit were measured as described in Chapter 2. 
 
Fig. 5.2 Output spectrum of the Luxim plasma lamp from Luxim Corp. 
   
Fig. 5.3 Chemical structures of P3HT and DPPTTT. 
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5.3 Results  
5.3.1 Relative Stability of Perovskite Films against Oxygen and Moisture in Air and Light  
Table 5.1 Photos of a series of perovskite films before and after storage for 2 weeks. Film thicknesses 
(with or without mesoporous layer) are ~150 nm. All films were stored in the dark in a glovebox 
(humidity: <0.01 %, oxygen level: <0.01 %). 
 
Table 5.2 Photos of a series of perovskite films before and after storage for 2 weeks. Film thicknesses 
(with or without mesoporous layer) are ~150 nm. All films were stored under constant 0.1 sun-
equivalent (SE) illumination from white LEDs in a glovebox (humidity: <0.01 %, relative oxygen 
concentration: <0.01 %). 
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Table 5.3 Photos of a series of perovskite films before and after storage for 2 weeks. Film thicknesses 
(with or without mesoporous layer) are ~150 nm. All films were stored in the dark in a 'dry' box 
(humidity: ~25 %, air). 
 
As shown in Table 5.1, 5.2 and 5.3, none of the perovskite films shows any observable 
change in colour after a 2-week storage in the glovebox in the dark (GB-Dark), in the glovebox 
under 0.1 sun-equivalent (SE) illumination (GB-Light) or in the 'dry' box in the dark (Dry-
Dark). The results of GB-Dark and GB-Light show that in the absence of oxygen and water, 
the application of 0.1-sun illumination from light-emitting diodies (LEDs) does not cause any 
apparent degradation to the perovskite films during the 2-week testing period. A comparison 
on the results of GB-Dark and Dry-Dark shows that when stored in the dark, the presence of 
the relatively small amount of water at 25 % humidity (i.e. 5.8 g/m
3
 at 25 °C) and atmospheric 
oxygen does not cause any observable change to the perovskite films during the relatively short 
testing period.   
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Table 5.4 Photos of a series of perovskite films before and after storage for different periods of time. 
Film thicknesses (with or without mesoporous layer) are ~150 nm. All films were stored under constant 
0.1 sun-equivalent (SE) illumination from white LEDs in a 'dry' box (humidity: ~25 %, air). 
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In the Dry-Light series (see Table 5.4), after 2 weeks of storage, all the perovskite films 
show a change of colour from brown to yellow in most or part of the film area. The same 
change in colour has been reported in literature.
125-126, 130
 The yellow films can possibly be lead 
iodide which is also yellow in colour. But they do not look similar to the control lead iodide 
films shown in Table A.1 in Appendix. The appearance of the end-products can possibly be 
explained by the water of crystallisation of perovskite and the formation of yellow 
(CH3NH3)4PbI6∙2H2O crystals as suggested in literature.
126, 130b, 131
 
When comparing the Dry-Light series with the Dry-Dark series, it is clear that light either 
is required or simply accelerates the colour change of MAPI and MAPIC perovskite films from 
brown to yellow in the presence of relatively small amount of water (25 % humidity) and 
atmospheric oxygen. The latter case is more probable as MAPI has also been found to turn 
yellow in air over time even when stored in the dark.
130a
 When comparing the GB and Dry 
series, it is apparent that the yellowing of MAPI and MAPIC requires the presence of water or 
oxygen or both. 
With an aim to remove water from the perovskite film, all the films were heated at 100 °C 
for 30 minutes. All the films stayed the same, showing the colour change is irreversible which 
agrees with the observation reported in literature.
125
 When comparing different films within the 
Dry-Light series, it is found that >90 % of the area of flat MAPI, flat MAPIC, mp-TiO2/MAPI 
and mp-Al2O3/MAPI films turned yellow after 2 weeks while >60 % of the area of mp-
TiO2/MAPIC and mp-Al2O3/MAPIC films remained brown. It could be suggested that MAPIC 
on a mesoporous layer is less sensitive to the effect of light but no definite conclusion can be 
drawn from the data available here.  
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Table 5.5 Photos of a series of perovskite films before and after storage for different periods of time. 
Film thicknesses (with or without mesoporous layer) are ~150 nm. All films were stored in the dark in a 
'wet' box (humidity: >90 %, air). 
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Table 5.6 Photos of a series of perovskite films before and after storage for different periods of time. 
Film thicknesses (with or without mesoporous layer) are ~150 nm. All films were stored under constant 
0.1 sun-equivalent (SE) illumination from white LEDs in a 'wet' box (humidity: >90 %, air). 
 
The perovskite films in the Wet-Dark and Wet-Light series (see Table 5.5 and 5.6) show a 
similar colour change over time. After 18 hours of storage, all the films turn either transparent 
pale yellow or colourless, which is different to the opaque and intense yellow colour observed 
in the Dry-Light series. This indicates that the MAPI and MAPIC perovskite films undergo a 
different mechanism of degradation at a high water level in air. It is found that the transparent 
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pale yellow or colourless product is similar to the lead iodide control film, which agrees with 
the postulation that MAPI and MAPIC perovskite degrade entirely to form lead iodide in the 
presence of sufficient water as the by-products, HI and methylamine, dissolve in water.
130b
 It is 
also noted that the evolution of perovskite films over time is very similar in the Wet-Dark and 
Wet-Light series. Therefore, it seems that this degradation mechanism is not significantly or 
not at all accelerated by light. There is another interesting observation that heating the 
degraded films in the Wet-Dark series at 110 °C for 30 minutes turned them pale brown/grey. 
This could be explained by the following hypothesis: a small amount of water saturated with 
HI and methylamine are left on the surface of the degraded films of lead iodide. Upon heating 
at 110 °C, water evaporates and lead iodide reacts with the HI and methylamine left behind, 
resulting in a small amount of MAPI perosvkite. However, the same heat treatment on the 
degraded film in the Wet-Light series does not result in any colour change. Currently, there is 
no explanation for this experimental observation. 
5.3.2 Stability of mp-TiO2/MAPI Solar Cells 
5.3.2.1 Most Efficient mp-TiO2/MAPI Solar Cells with P3HT, DPPTTT and Spiro-OMeTAD 
 
Fig. 5.4 One-sun JV curves of three efficient mp-TiO2/MAPI solar cells with hole transporting materials 
(HTMs) as noted in legend. 
Table 5.7 One-sun performance of three efficient mp-TiO2/MAPI solar cells with HTMs as noted. 
HTM 
Jsc/ 
mA cm
-2 
Voc/ 
V 
Fill 
Factor 
Efficiency/ 
% 
P3HT 16.0 0.82 0.63 8.77 
DPPTTT  15.7 0.87 0.63 8.61 
Spiro-OMeTAD 12.6 0.70 0.56 4.93 
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Fig. 5.4 and Table 5.7 show the JV results of the best performing mp-TiO2/MAPI 
perovskite solar cells with three different hole transporting materials (HTMs). It is noted that 
the reproducibility of the perovskite cells fabricated for this study is relatively low, when 
compared to dye-sensitised solar cells. The results of each device shown in Fig. 5.4 and Table 
5.7 are the best cells among 15-21 cells of the same type fabricated in 3 different batches. 
Therefore, it will be noticed that devices of the same type will show some variations in solar 
cell performance in following parts of the chapter 
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5.3.2.2 Stability of Encapsulated mp-TiO2/MAPI/P3HT Solar Cells under Constant 
Illumination with UV Cutoff Filter vs. without UV Cutoff Filter  
 
Fig. 5.5 One-sun JV curves of the encapsulated mp-TiO2/MAPI/P3HT solar cells with and without a 
420 nm long pass filter before and after continuous 1 SE illumination from the Luxim lamp for 1 hour. 
 
Fig. 5.6 Normalised one-sun Jsc of encapsulated mp-TiO2/MAPI/P3HT solar cells with and without a 
420 nm long pass filter as a function of time. The cells were under continuous 1 sun-equivalent (SE) 
illumination from the Luxim lamp for 1 hour. Jsc’s were normalised according to the initial value. 
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Table 5.8 One-sun performance of the encapsulated mp-TiO2/MAPI/P3HT solar cell with and without a 
420 nm long pass filter before and after continuous 1 SE illumination from the Luxim for 1 hour. 
 
 Jsc/ 
mA cm
-2 
Voc/ 
V 
Fill Factor 
Efficiency/ 
% 
With UV Filter 
Before Stability Test 6.34 0.68 0.41 1.77 
After 1 hour @1sun 6.07 0.67 0.41 1.67 
No UV Filter 
Before Stability Test 7.41 0.68 0.40 2.02 
After 1 hour @1sun 4.33 0.56 0.36 0.87 
After an hour of constant 1 SE illumination, the mp-TiO2/MAPI/P3HT cell without UV 
filter shows a 40 % reduction in Jsc and a 120 mV decrease in Voc while an identical cell with 
UV filter shows no degradation in cell performance. It is noted that the cell without UV cutoff 
filter in Fig. 5.6 shows a trough in Jsc periodically. The troughs are the points at which a cyclic 
JV had just been scanned from Jsc to 1.0 V at forward bias, then in an opposition direction to 
0.5 V at reverse bias and finally back to Jsc. The sudden decline in Jsc might be caused by this 
change in applied voltage. After each sudden decrease, the Jsc recovers slowly over time under 
short circuit, resulting in the troughs in the normalised Jsc vs. time curve as shown in Fig. 5.6. 
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5.3.2.3 Stability of Encapsulated vs. Non-Encapsulated mp-TiO2/MAPI/P3HT Solar Cells 
 
Fig. 5.7 One-sun JV curves of the encapsulated and non-encapsulated mp-TiO2/MAPI/P3HT solar cells 
before and after continuous 1 SE illumination from the Luxim lamp for 1-2 hours. 
 
Fig. 5.8 Normalised one-sun Jsc of an encapsulated and a non-encapsulated mp-TiO2/MAPI/P3HT 
solar cells as a function of time. The cells were under continuous 1 sun-equivalent (SE) illumination 
from the Luxim lamp with a 420 nm long pass filter for 1-2 hours. Relative humidity was ~40 %. Jsc’s 
were normalised according to the initial value. 
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Table 5.9 One-sun performance of the encapsulated and non-encapsulated mp-TiO2/MAPI/P3HT solar 
cells before and after continuous 1 SE illumination from the Luxim with a 420 nm long pass filter for 1-
2 hours.  
 
 Jsc/ 
mA cm
-2 
Voc/ 
V 
Fill Factor 
Efficiency/ 
% 
Encapsulated 
Before Stability Test 16.7 0.69 0.54 6.22 
After 2 hours @1sun 16.7 0.66 0.52 5.73 
Not Encapsulated 
Before Stability Test 9.73 0.97 0.44 4.15 
After 1 hour @1sun 2.42 0.82 0.35 0.69 
In order to eliminate the effect of UV light, a 420 nm longpass filter was used in both 
cells in the experiments. The encapsulated mp-TiO2/MAPI/P3HT cell shows a constant Jsc 
over two hours of constant 1 SE illumination while the Jsc of the non-encapsulated cell 
decreased by ~75 % after only one hour under the same illumination. It is noted that in the non-
encapsulated cell, the illuminated active area turned yellow after the test, which is the same 
colour change as in mp-TiO2/MAPI films presented in chapter 5.3.1 when they were kept in a 
'dry' box (humidity: 25 %, air) under 0.1 SE illumination over time. Moreover, apart from the 
reactions of water and oxygen in air with MAPI, the possible evaporation of HI, methylamine 
and methylammonium iodide should also be considered in the non-encapsulated cell. 
It is noted in Fig. 5.7 and Table 5.9 that the Voc of the encapsulated cell is ~300 mV 
lower than that of the non-encapsulated even before the stability test. The reason for the 
relatively low Voc of the encapsulated cell may simply be experimental variation due to the 
low reproducibility of MAPI and MAPIC perovskite solar cells. It may also be partly due to 
the possible boil-off of the base 4-tert-butylpyridine (TBP) in the HTM layer during the 
encapsulation process when heat (>120 °C) was applied to melt the Surlyn gasket on the four 
sides of the device (See Chapter 2.4 for details). Base is added to spiro-OMeTAD solid-state 
DSSCs to increase the Voc.
61
 However, it can be argued that it is unclear if TBP shows the 
same effect on MAPIC solar cells with P3HT as the HTM.  
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5.3.2.4. Stability of Encapsulated mp-TiO2/MAPI/P3HT Solar Cells at 60 °C in the Dark 
 
Fig. 5.9 One-sun and dark JV curves of an encapsulated mp-TiO2/MAPI/P3HT solar cell before and 
after storage at 60 °C in the dark for 18 hours. JV measurements were taken at 20 °C. 
Table 5.10 One-sun performance of the encapsulated mp-TiO2/MAPI/P3HT solar cell before and after 
storage at 60 °C in the dark for 18 hours. 
 Jsc/ 
mA cm
-2 
Voc/ 
V 
Fill 
Factor 
Efficiency/ 
% 
Before Stability Test 10.8 0.89 0.49 4.71 
After 18 hours @60°C in dark 10.9 0.89 0.47 4.56 
It is found that the application of heat at 60 °C does not cause any detrimental effect on 
the performance of an encapsulated mp-TiO2/MAPI/P3HT solar cell. After storing at 60 °C in 
the dark for 18 hours, the cell showed no significantly change in any of the JV parameters and 
thus, overall efficiency under one-sun illumination.  
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5.3.2.5. Most Photo-Stable mp-TiO2/MAPI Solar Cells with P3HT, DPPTTT and Spiro-
OMeTAD  
 
Fig. 5.10 Normalised two-sun Jsc of encapsulated TiO2/MAPI/ solar cells with different HTMs as a 
function of time. The cells were under continuous 2 sun-equivalent (SE) illumination from the Luxim 
lamp with a 420 nm long pass filter for 12-23 hours. Temperature ~25 °C. Jsc’s were normalised 
according to the initial value. 
To accelerate the photo-stability test, the perovskite solar cells were illuminated at 2 SE. 
Under this condition, the perovskite experiences twice as many photo-excitations than at 1 SE. 
In order to minimise the effect of water and oxygen in air and UV light from the Luxim lamp 
during the photo-stability test, the solar cells were encapsulated in the glovebox and a UV 
cutoff filter was incorporated. It is noted that since the solar cells were placed closer to the 
lamp, the temperature they experienced during this test was 25 °C, which was slightly higher 
than that at 1 SE. 
As shown in Fig. 5.10, the Jsc of the P3HT cells decreases steadily by ~11 % after 12 
hours at 2 SE while that of DPPTTT cells drops by ~18 % after 21 hours. These decreases are 
mainly due to an increase in series resistance (Rser) of these cells, according to the JV data in 
Fig. 5.11 and Table 5.11. During the photo-stability test, Rser of P3HT cell increases from 56 
to 280 ohms while that of DPPTTT cell rises from 28 to 225 ohms. This also reduces the fill 
factor and overall efficiency of the two cells significantly (>40 % decrease in overall efficiency 
in both cells relative to their initial values). In fact, after eliminating the effect of increased 
Rser and shunt resistance shown in their dark JV curves (Fig. A.30 in Appendix), the 
photocurrent generated by the P3HT and DPPTTT cells at the end of the photo-stability test are 
only ~ 5 % and ~7 % lower than their initial values respectively. 
For spiro-OMeTAD cell, the Jsc decreases rapidly by 35 % in the first 7 hours but goes 
back up afterwards. The increase in Jsc seems to slow down slightly after the 18-hour mark but 
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is kept at a steady rate at about 1.5 % per hour at the end of the 23-hour 2 SE stability test. 
Unlike P3HT and DPPTTT cells, spiro-OMeTAD cells show no increase in Rser (stays at ~85 
ohms) and no degradation in fill factor and Voc. Therefore, the 17 % reduction in overall 
efficiency at the end of the 23-hour test relative to the initial value is entirely caused by the 
decreased Jsc.  
 
Fig. 5.11 Two-sun JV curves of encapsulated TiO2/MAPI solar cells with HTMs before and after the 
stability test as noted in legend and Fig. 5.10.  
Table 5.11 Two-sun performance of encapsulated TiO2/MAPI solar cells with HTM as noted before 
and after the stability test as noted in Fig. 5.10. 
HTM 
 Jsc/ 
mA cm
-2 
Voc/ 
V 
Fill 
Factor 
Efficiency/ 
% 
Rser/ 
Ohms 
P3HT 
Before Stability Test 29.3 0.60 0.47 4.13 56 
After 12 hours @2suns 26.1 0.60 0.30 2.35 283 
DPPTTT 
Before Test 33.1 0.86 0.53 7.54 28 
After 21 hours @2suns 26.3 0.76 0.33 3.30 225 
Spiro-OMeTAD 
Before Test 19.6 0.76 0.46 3.43 85 
After 23 hours @2suns 15.8 0.77 0.47 2.86 83 
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5.2.3.6 Most Photo-Stable mp-TiO2/MAPI/Spiro-OMeTAD Solar Cells (Illuminated at 40 SE 
over 63 Hours) 
Photocurrent and Photovoltage over Time, JV Measurements 
 
Fig. 5.12 Forty-sun Jsc of an encapsulated mp-TiO2/MAPI/spiro-OMeTAD solar cell as a function of 
time. The cell was under continuous 40 sun-equivalent (SE) illumination from the Luxim lamp with a 
420 nm long pass filter for 63 hours. Gaps correspond to short periods where the cell was at open circuit 
under illumination. Temperature ~50 °C.  
Among the three types of cells in this experiment, the mp-TiO2/MAPI/Spiro-OMeTAD 
cell shows the highest potential to be photo-stable solar cells under high SE illumination for a 
long period of time. Therefore, an identical spiro-OMeTAD cell was employed for the next 
photo-stability test. In order to further accelerate the photo-stability test, a high light intensity 
of 40 SE was employed. It is noted that the temperature of the cell was ~50 °C during the 
course of the test. Similar to the above experiment, the cell was encapsulated in the glovebox 
and a UV cutoff filter was used. While the cell was connected at short circuit almost all the 
time during the photo-stability test, there were short periods of time when JV curves were 
scanned at certain time intervals. Fig. 5.12 shows the short circuit photocurrent density and 
open circuit voltage during a total of 63 hour of 40 SE continuous exposure. At the start, the 
Jsc decreases rapidly by up to ~18 %. Then it goes back up at a slower rate. After reaching a 
maximum (7 % higher Jsc relative to initial value), the Jsc decreases slowly. The rate of decay 
during the final 4 hours was only 0.2 % per hour, which, if linear, would correspond to only 
0.005 % per hour at 1 sun. 
Interestingly, the Voc also decreases at a high rate in the first hour when the cell is 
experiencing a rapid drop in Jsc (see Fig. 5.12). Then the decrease in Voc slows down. After 
~2 hours of illumination, the decline in Voc remains slow and relatively steady. As shown in 
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Fig. 5.13 and Table 5.12, after 63 hours, the loss of Jsc at 40 SE is only 8 % relative to initial 
value while Voc decreases by 180 mV. One-sun JV’s were measured for the same cell before 
and after the photo-stability test and the results are shown in Fig. 5.14 and Table 5.13. At 1 SE, 
losses in Jsc and Voc are 7 % and 190 mV respectively, similar to the results obtained at 40 SE. 
After exposure to 40 SE for 63 hours, the same cell was then heated at 60 °C in the dark for 18 
hours. This treatment recovers 160 mV in Voc at 1 SE illumination but decreases the Jsc by 12 
% relative to that before heating. 
 
Fig. 5.13 Forty-sun JV curves of the encapsulated mp-TiO2/MAPI/spiro-OMeTAD solar cell before and 
after the stability test as noted in Fig. 5.12, and when the Jsc was at its maximum. [This figure is 
reproduced with the permission of the rights holder, WILEY-VCH Verlag GmbH & Co. KGaA, 
Weinheim.]
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Table 5.12 Forty-sun performance of the encapsulated mp-TiO2/MAPI/spiro-OMeTAD solar cell 
before and after the stability test as noted in Fig. 5.12, and when the Jsc was at its maximum. 
 Jsc/ 
mA cm
-2 
Voc/ 
V 
Fill 
Factor 
Efficiency/ 
% 
Start of Stability Test 311 0.88 0.33 2.26 
At Maximum Jsc  335 0.77 0.31 2.00 
After 63 hours @40suns 295 0.70 0.28 1.45 
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Fig. 5.14 One-sun JV curves of the encapsulated mp-TiO2/MAPI/spiro-OMeTAD solar cell before and 
after continuous 40 sun-equivalent (SE) illumination from the Luxim lamp with a 420 nm long pass 
filter for 63 hours, and the same cell after heating at 60 °C in the dark for 20 hours. [This figure is 
reproduced with the permission of the rights holder, WILEY-VCH Verlag GmbH & Co. KGaA, 
Weinheim.]
132
 
Table 5.13 One-sun JV curves of the encapsulated mp-TiO2/MAPI/spiro-OMeTAD solar cell before 
and after the stability tests as noted in Fig. 5.14. 
 Jsc/ 
mA cm
-2 
Voc/ 
V 
Fill 
Factor 
Efficiency/ 
% 
Start of Stability Test 9.04 0.78 0.53 3.74 
After 63 hours @40suns 8.36 0.59 0.48 2.37 
After 20 hours @60°C in dark 7.34 0.75 0.49 2.70 
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Transient Photovoltage and Photocurrent, and Charge Extraction Measurements 
 
Fig. 5.15 Charge density vs. Voc, of the encapsulated TiO2/MAPI/spiro-OMeTAD solar cell before and 
after continuous 40 sun-equivalent (SE) illumination from the Luxim lamp with a 420 nm long pass 
filter for 63 hours, and the same cell after heating at 60 °C in the dark for 20 hours. [This figure is 
reproduced with the permission of the rights holder, WILEY-VCH Verlag GmbH & Co. KGaA, 
Weinheim.]
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Fig. 5.16 Recombination lifetime vs. charge density, of the encapsulated TiO2/MAPI/spiro-OMeTAD 
solar cell before and after the stability tests as noted in Fig. 5.15. [This figure is reproduced with the 
permission of the rights holder, WILEY-VCH Verlag GmbH & Co. KGaA, Weinheim.]
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It is noted that the charge density presented in Fig. 5.16 and 5.18 might not correspond in 
the way that we think it does to the quantity of charge in the film under light conditions. The 
values determined might also have a contribution from some kind of polarization effect. But 
the charge density data are still presented here for the purpose of comparing recombination and 
transport rate. After 63 hours of 40 SE illumination, the mp-TiO2/MAPI/Spiro-OMeTAD cell 
shows insignificant change in recombination lifetime and a shift in the charge density vs. Voc 
graph, according to Fig. 5.16 and 5.15 respectively. Since there is no observable change in 
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charge density at short circuit and transport lifetime as shown in Fig. 5.17 and 5.18, the change 
in charge density vs. Voc can be interpreted as a left shift of ~180 mV. This indicates that the 
drop in Voc is caused by a decrease in band edge offset at either the mp-TiO2/MAPI and/or 
MAPI/spiro-OMeTAD interfaces. It is likely due to a change in ions adsorbed at the interface, 
which would require the movement of ions presents through the MAPI. These ions are mostly 
the lithium ions in the spiro-OMeTAD layer. It is also noted that after 63 hours of continuous 
exposure to 40 SE, heating the same cell at 60 °C in the dark for 20 hours shifts the charge 
density vs. Voc graph back to the right by ~180 mV. This can explain the recovery of Voc after 
this heat treatment. It could be argued that the 60 % increase in recombination lifetime as 
shown in Fig. 5.16 might also be partly responsible for the Voc recovery but it could also 
simply be within random variations. 
 
Fig. 5.17 Charge density vs Jsc, of the encapsulated TiO2/MAPI/spiro-OMeTAD solar cell before and 
after the stability tests as noted in Fig. 5.15. [This figure is reproduced with the permission of the rights 
holder, WILEY-VCH Verlag GmbH & Co. KGaA, Weinheim.]
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Fig. 5.18 Transport lifetime vs. charge density, of the encapsulated TiO2/MAPI/spiro-OMeTAD solar 
cell before and after the stability tests as noted in Fig. 5.15. 
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5.4 Discussion 
From the photos of the MAPI and MAPIC perovskite films evolving under different 
conditions, it is found that there are at least two mechanisms under which MAPI and MAPIC 
films degrade, depending on the surrounding environment. At a relatively low humidity of 25 
% with atmospheric oxygen, both MAPI and MAPIC films degrade to opaque yellow films. 
This degradation either requires light or is accelerated by light. In the case where humidity is 
over 90 %, with atmospheric oxygen, the films turn transparent pale yellow or colourless. 
Water but not oxygen is always believed to be responsible for the yellowing or discoloration of 
MAPI and MAPIC perovskite.
78, 125-127, 130b, 133
 Also, a mp-TiO/MAPI solar cell has also been 
reported to be stable in dry air without encapsulation.
134
 However, according to the results 
collected in this chapter only, it is not clear whether oxygen plays a part in the colour change 
observed. To find out that, a similar experiment needs to be conducted where a series of MAPI 
and MAPIC perovskite films are stored at <0.01 % oxygen and 25 % humidity under light and 
in the dark and another series at <0.01 % oxygen and >90 % humidity again under light and in 
the dark. 
For complete perovskite solar cells, the reproducibility is found to be relatively low, when 
compared to dye-sensitsed solar cells. For example, in a batch of 9 mp-TiO2/MAPI/P3HT solar 
cells made under the same condition on the same day, the overall efficiency can reach as high 
as 8.77 % but the lowest efficiency is only 3.71 %, with considerable difference in their Jsc’s 
(ranging from 13.7 to 20.3 mA cm
-2
), Voc’s (0.58 to 0.82 V) and fill factors (0.57 to 0.70). Fig. 
5.19 shows the variation in JV parameters of all the mp-TiO2/MAPI solar cells fabricated in 3 
batches for this project. In fact, a low reproducibility of performance of both MAPI and 
MAPIC perovskite solar cells are also found in literature but the reason for that is still not 
clear.
75-76, 81a
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Fig. 5.19 shows the maximum value, 75
th
 percentile, median, 25
th
 percentile and minimum value of the 
Jsc (top left), Voc (top right), fill factor (bottom left), overall conversion efficiency (bottom right) of 
mp-TiO2/MAPI with HTMs as indicated in the bottom axes. Number of P3HT cells: 15; DPPTTT cells: 
15; spiro-OMeTAD cells: 21. 
In this study, it is also demonstrated that encapsulating a mp-TiO2/MAPI/P3HT cell with 
Surlyn and coverslip under nitrogen significantly improves its stability when tested in air 
(humidity: 40 %). However, encapsulation undoubtedly adds cost to production. Moreover, 
water, oxygen and other gases may still diffuse into and out of the cell over time. A stable cell 
without encapsulation is always desirable. It has been proposed that replacing the 
methylammomium ion with an aprotic organic ion such as tetramethylammonium ion may 
hence the stability of lead halide-type perovskite against water.
130b
 Nevertheless, it is 
questionable if a perosvkite structure can be formed with tetramethylammonium ion due to its 
relatively big size. It has also been suggested that depositing hydrophobic hole transporting 
polymers on perovskite can minimise the contact of perovskite with water in air, thus improve 
the solar cell stability.
135
 However, as shown previously in this chapter, the mp-TiO2/MAPI 
cell with P3HT is found to be unstable without encapsulation after only 1 hour at 1 SE. In 
contrast to this result, it is reported that the mp-TiO2/MAPI cells with the polymer P3HT and 
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PDPPDBTE maintain an overall efficiency of 6 and 8 % respectively for 1000 hours in air 
without encapsulation.
135a
 But these two cells were stored at a relatively low humidity of 20 % 
and in the dark. In another paper, the polymer PCBTDPP was employed as HTM in a mp-
TiO2/MAPI cell which efficiency is also shown to be stable at 5 % in air for 1000 hours 
without encapsulation.
135b
 However, similar to the previous paper, this PCBTDPP cell was 
kept in the dark and the humidity of the storage environment is not reported. 
  
Fig. 5.20 Chemical structures of PDPPDBTE and PCBTDPP. 
Introduction of bromide ions to lead-iodide perovskite to form CH3NH3Pb(I1-xBrx)3 has 
also been found to improve the stability of the resultant solar cells.
78
 Using a mesoporous TiO2 
scaffold and a polytriarylamine polymer (PTAA) as HTM, Noh et al. showed that at a low 
bromide content (x < 0.2), the cell performance degraded significantly when the relative 
humidity increases from 35 to 55 %. The overall efficiency decreased from ~11 to ~6 % after 
storage at a relative humidity of 55 % for one day. But when the bromide content was 
increased above certain level (x > 0.2), no degradation in cell performance was observed 
(overall efficiency maintained at 9-10 %) after storage in the same environment. However, it is 
not reported whether the cells were kept under light. 
As demonstrated in the Results section in this chapter, UV light degrades the performance 
of mp-TiO2/MAPI/P3HT solar cell. Similar degradation in Jsc and Voc of a mp-
TiO2/MAPIC/spiro-OMeTAD cell solars has been reported in literature.
83
 The authors 
proposed a mechanism for UV-induced degradation of mp-TiO2/perovskite solar cells. Upon 
absorption of a photon of UV light, the holes generated in TiO2 react with oxygen radical on at 
surface oxygen vacancy, desorbing the molecular oxygen. This leaves behind empty, deep 
surface trap sites and a free electron per site which recombine with the excess of holes in the 
doped HTM. Upon light absorption, an excited electron in the perovskite is injected into the 
conduction band of TiO2 or to the aforementioned deep surface traps. The electrons in these 
deep traps are immobile and readily recombine with the holes in HTM, thus reducing cell 
performance. In the same paper, the authors proceeded further by studying cells with Al2O3 
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scaffold and achieved better stability results. They showed that under continuous 0.77-sun 
illumination at 40 °C without a UV filter, the Jsc of a mp-Al2O3/MAPIC/spiro-OMeTAD cell 
stayed within 12-13 mA cm
-2
 in the first 200 hours. But the Voc decreased from ~1.0 V to ~0.7 
V and fill factor drops from ~0.7 to ~0.5, resulting in a decline in overall efficiency from 11 to 
5 % over the same period of time. Nevertheless, all the JV parameters remained stable, 
maintaining the 5 % efficiency over the next 800 hours under the same conditions. 
Moreover, it is also shown in this chapter that heating an encapsulated mp-
TiO2/MAPI/P3HT solar cell at 60 °C in the dark for 18 hours does not degrade the cell 
performance. To further test the thermal stability of MAPI and MAPIC perovskites, heating the 
cells at higher temperature (up to 80 °C) for longer period of time will be required. In terms of 
stability of perovskite solar cells, most attention is currently paid to the effect of water coming 
from the surroundings. For future study, it will also be interesting to study if any significant 
quantity of gases such as HI, methylamine and methylammonium come off from the perovskite 
solar cells when stored at a reasonably high operating temperature of around 80 °C over time. 
In this work, an encapsulated mp-TiO2/MAPI/spiro-OMeTAD device was exposed to 40 
sun-equivalent (SE) constant illumination for 63 hours, which delivers over 2700 hours 
equivalent of 1 sun photo-excitations. After the stability test, the cell shows a loss of only 7 % 
in Jsc at 1 SE, which indicates that the photocurrent generation is reasonably stable. It is noted 
that this cell is 100 fold more stable than a similar cells with MAPIC perovskite recently 
reported.
83
 However, the reduction of 190 mV in Voc is relatively high. This problem might be 
addressed replacing spiro-OMeTAD with another hole transporting material where no 
additives such as Li-TFSI and TBP are required.  
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5.5 Conclusion  
Some preliminary stability tests have been conducted on methylammonium lead triiodide 
(MAPI) and methylammonium lead iodide chloride (MAPIC) perovskite films and MAPI solar 
cells. Their films have been shown to degrade via two different mechanisms in air at two 
different humidity levels (25 and >90 %). Encapsulation and elimination of UV light are 
required to maintain the performance of mp-TiO2/MAPI/P3HT cells over time under 1 SE 
illumination. Moreover, no degradation in cell performance is found in these cells after storage 
at 60 °C in the dark for 18 hours. 
Last but not least, an encapsulated perovskite solar cell with the architecture 
FTO/compact TiO2/mp-TiO2/MAPI/spiro-OMeTAD/Au was fabricated. Its stability under high 
light was tested. This gives insight into the viability of the technology on practical timescales. 
However, there are still many critical issues need to be addressed, which includes its stability 
against UV light, water and possibly oxygen in air, its thermal stability and its toxicity due to 
the presence of lead. Therefore, in the future, a lot more research on this technology is 
expected and required before its application in real life. 
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Chapter 6 
Conclusion 
Dye-sensitised solar cells (DSSCs) are regarded as a possible alternative to silicon-based 
photovoltaics because of their potential for low-cost production. The record efficiencies of 
liquid-state and solid-state DSSCs has reached 12 %
23-24
 and 7.2 %
46
 respectively. This thesis 
focuses on the processing of two alternative hole transport media in dye-sensitised solar cells 
(DSSCs): water-based electrolytes and meltable solid hole transporting materials (HTMs). The 
performance of the resulting DSSCs has been studied and optimised. In addition, some 
preliminary stability tests were conducted on methyl ammonium lead halide perovskite films 
and their solar cells. This thesis provides some guidelines for further development of water-
based DSSCs, melt-processing of HTMs in solid-state DSSCs, and perovskite solar cells.  
 Chapter 3 addresses the wetting and recombination issues of water-based DSSCs. It is 
shown that it is possible to fabricated efficient DSSCs (up to 4 %) with water as the only 
solvent. When using triiodide/iodide redox system, significant improvement in overall 
efficiency above 4 % is not likely. Therefore, alternative electrolyte systems to replace the 
traditional triiodide/iodide system will be needed. 
In solid-state dye-sensitised solar cells, the commonly employed methods to deposit hole 
transport materials (HTMs), such as spin coating and drop casting, often result in poor pore 
filling in mesoporous TiO2 layer. Chapter 4 studies melt-processing of HTMs which has been 
reported to give a pore filling fraction close to unity.
69
 It is found that the low efficiency of 
melt-processed DSSCs is mainly due to the heat applied during the melting process which 
causes a decrease in recombination lifetime. Solid-state DSSCs made with melt-processed 
spiro-OMeTAD are shown, with efficiency of 0.45 %. Future development of the melt-
processing will certainly require the synthesis of thermally stable (up to 255 °C) sensitising 
dyes. 
In literature, power conversion efficiencies above 15 % have been claimed to be achieved 
by perovskite solar cells. But the stability of these solar cells is still questionable. Stability of 
MAPI and MAPIC as a film, and TiO2/MAPI perovskite solar cells are examined in Chapter 5. 
Although the stability study reported in this thesis is not very extensive, the results show us the 
obstacles (e.g. the degradation observed when the cells are not encapsulated or exposed to UV 
light) we need to overcome before applying this technology in real life on a practical timescale. 
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Further Work 
Due to some intrinsic properties of the triiodide/iodide system in water, an alternative 
redox couple, such as water-soluble Co
(III)/(II)
 complexes, is required for further development of 
water-based DSSCs. In addition, the wetting issue of water electrolyte may be addressed by 
using a dye which consists of many hydrophilic groups on the surface of the molecule and a 
strong anchor to TiO2. 
It is found that heating TiO2/Z907 and TiO2/D149 electrodes at 255 °C for 1 minute 
before cell assembly reduces the recombination lifetime of the resultant cells fabricated with 
triiodide/iodide-based electrolyte. It will be valuable to fabricate similar cells using cobalt 
electrolytes to see if the same reduction in recombination lifetime will be observed upon the 
same heat treatment. This may give us some ideas on whether the increase in recombination is 
generally observed no matter what hole transporting medium is used, possibly due to the 
presence of certain functional groups in the degraded dye. The information will be useful for 
the design of new sensitising dyes for the melt-processing technique. To enhance the feasibility 
of the melt-processing technique in solid-state DSSCs, the development of efficient HTMs 
with relatively low melting temperature (<190 °C) and bases with boiling temperature >255 °C 
is also certainly needed. 
For perovskite solar cells, more research effort should be made on the instrinsic stability 
of the perovskite itself in the future. In literature, water has always been considered as the main 
culprit for the degradation of lead iodide-based perovskite. The effect of oxygen on perovskite 
should also be studied. It will also be interesting to investigate the possible loss of volatile 
hydriodic acid, methylamine and methylammonium iodide from methylammonium lead iodide 
from the perovskite film over time. Moreover, characterisation of the yellow degraded 
perovskite may possibly give some insight into the development of more stable perovskite 
solar cells.  
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Appendix 
Recombination lifetimes of water-based vs. MPN- and ACN-based DSSCs  
 
Fig. A.1 Recombination lifetime vs. charge density of D149 DSSCs with different solvents in 
electrolyte. (Cell Type A: TiO2 film: G24i paste, 8.4 µm; Dye: D149 1:4 cheno; Electrolytes: 1 M GuI 
and 20 mM iodine in solvent as noted in legend. Cell Type B: TiO2 film: G24i paste, 4.1 µm; Dye: 
D149 1:4 cheno; Electrolytes: 2 M NaI, 20 mM iodine and 0.5 M GuSCN in solvent as noted in 
legend.) 
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Water-based Z907 DSSCs with Varying Iodine Concentrations 
 
Fig. A.2 Charge density vs. redox potential corrected Voc of water-based Z907 DSSCs with varying 
added iodine concentration. (TiO2 film: G24i paste, 8.9 µm; Dye: Z907 1:100 cheno; Electrolytes: 
Water with 2M NaI, 0.5 M GuSCN, ~saturated cheno, and iodine as noted in legend.) In order to 
eliminate the effect of change in redox potential, the Voc’s are corrected according to the Nernst 
equation (9).  
 
Fig. A.3 Transport lifetime vs. charge density of water-based Z907 DSSCs with varying added iodine 
concentration. Conditions as in Fig. A.2.  
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Water-based D149 DSSCs with Varying Iodine Concentrations 
 
Fig. A.4 Charge density vs. redox potential corrected Voc of water-based D149 DSSCs with varying 
added iodine concentration (TiO2 film: DyeSol, 6.7 µm; dye: D149 1:4 cheno; Electrolytes: Water with 
2 M NaI, 0.1 M GuSCN, ~saturated cheno, and iodine as noted in the legend.) In order to eliminate the 
effect of change in redox potential, the Voc’s are corrected according to the Nernst equation (9).  
 
Fig. A.5 Charge density vs. Jsc of water-based D149 DSSCs with varying added iodine concentration. 
Conditions as in Fig. A.4. 
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Fig. A.6 Transport lifetime vs. charge density of water-based D149 DSSCs with varying added iodine 
concentration. Conditions as in Fig. A.4.  
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Water-based Z907 DSSCs with Varying Iodide Concentrations 
 
Fig. A.7 Recombination lifetime vs. charge density of water-based Z907 DSSCs with varying iodide 
concentration. (TiO2 film: G24i paste, 8.1 µm; Dye: Z907 1:100 cheno; Electrolytes: Water with 20 
mM iodine, 0.5 M GuSCN, ~saturated cheno, and sodium iodide as noted in legend.)  
 
Fig. A.8 Charge density vs. redox potential corrected Voc of water-based Z907 DSSCs with varying 
iodide concentration. Conditions as in Fig. A.7. In order to eliminate the effect of change in redox 
potential, the Voc’s are corrected according to the Nernst equation (9).  
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Fig. A.9 Charge density vs. Jsc of water-based Z907 DSSCs with varying iodide concentration. 
Conditions as in Fig. A.7. 
 
Fig. A.10 Transport lifetime vs. charge density of water-based Z907 DSSCs with varying iodide 
concentration. Conditions as in Fig. A.7. 
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Water-based D149 DSSCs with Varying Iodide Concentrations 
 
Fig. A.11 Recombination lifetime vs. charge density of water-based D149 DSSCs with varying iodide 
concentration. (TiO2 film: DyeSol, 6.8 µm; Dye: D149 1:4 cheno; Electrolytes: Water with 0.02 M 
iodine, 0.1 M GuSCN, ~saturated cheno, with iodide as noted in the legend.) 
 
Fig. A.12 Charge density vs. redox potential corrected Voc of water-based D149 DSSCs with varying 
iodide concentration. Conditions as in Fig. A.11. In order to eliminate the effect of change in redox 
potential, the Voc’s are corrected according to the Nernst equation (9).  
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Fig. A.13 Charge density vs. Jsc of water-based D149 DSSCs with varying iodide concentration. 
Conditions as in Fig. A.11. 
 
Fig. A.14 Transport lifetime vs. charge density of water-based D149 DSSCs with varying iodide 
concentration. Conditions as in Fig. A.11. 
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Water-based D149 DSSCs with Varying Guanidinium Iodide and Iodine Concentrations 
 
Fig. A.15 Charge density vs. redox potential corrected Voc of water-based D149 DSSCs with varying 
guanidinium iodide and iodine concentrations. (TiO2 film: G24i Paste, 4.6 µm; Dye: D149 1:4 cheno; 
Electrolytes: Water with 0.5 M GuSCN, ~saturated cheno, with guanidinium iodide and iodine as noted 
in the legend) In order to eliminate the effect of change in redox potential, the Voc’s are corrected 
according to the Nernst equation (9).  
 
Fig. A.16 Charge density vs. Jsc of water-based D149 DSSCs with varying guanidinium iodide and 
iodine concentrations. Conditions as in Fig. A.15. 
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Fig. A.17 Transport lifetime vs. charge density of water-based D149 DSSCs with varying guanidinium 
iodide and iodine concentrations. Conditions as in Fig. A.15. 
Effect of Heat and Toluene Treatment on TiO2/Z907 Films 
 
Fig. A.18 Charge density vs. Voc of liquid-state DSSCs fabricated with Z907-sensitised TiO2 electrodes 
(DyeSol, 7 µm) having undergone different treatments as noted in legend. Electrolyte was 0.8 M PMII, 
50 mM iodine, 50 mM GuSCN, 0.28 M TBP and 25 mM LiI in MPN. (Rmv. Tol. indicates HTM 
Removed by Toluene) [This figure is reproduced with the permission of the rights holder, The Royal 
Society of Chemistry.]
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Fig. A.19 Charge density vs. Jsc of liquid-state DSSCs fabricated with Z907-sensitised TiO2 electrodes 
(DyeSol, 7 µm) having undergone different treatments as noted in legend. Conditions as in Fig. A.18. 
(Rmv. Tol. indicates HTM Removed by Toluene) [This figure is reproduced with the permission of the 
rights holder, The Royal Society of Chemistry.]
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Fig. A.20 Electron lifetime at Jsc vs. charge density of liquid-state DSSCs fabricated with Z907-
sensitised TiO2 electrodes (DyeSol, 7 µm) having undergone different treatments as noted in legend. 
Conditions as in Fig. A.18. (Rmv. Tol. indicates HTM Removed by Toluene) 
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Effect of Different Treatments on TiO2/D149 Films 
 
Fig. A.21 Charge density vs. Voc of liquid-state DSSCs fabricated with D149-sensitised TiO2 electrodes 
(DyeSol, 7 µm) having undergone different treatments as noted in legend. Electrolyte: 0.8 M NaI, 40 
mM iodine and 0.2 M GuSCN in MPN. (Rmv. Tol. indicates HTM Removed by Toluene) [This figure 
is reproduced with the permission of the rights holder, The Royal Society of Chemistry.]
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Fig. A.22 Charge density vs. Jsc of liquid-state DSSCs fabricated with D149-sensitised TiO2 electrodes 
(DyeSol, 7 µm) having undergone different treatments as noted in legend. Conditions as in Fig. A.21 
(Rmv. Tol. indicates HTM Removed by Toluene) [This figure is reproduced with the permission of the 
rights holder, The Royal Society of Chemistry.]
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Fig. A.23 Electron lifetime at Jsc vs. charge density of liquid-state DSSCs fabricated with D149-
sensitised TiO2 electrodes (DyeSol, 7 µm) having undergone different treatments as noted in legend. 
Conditions as in Fig. A.21. (Rmv. Tol. indicates HTM Removed by Toluene) 
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Effect of Heat Treatment on 1.3 µm thick TiO2-/Z907 Films 
 
Fig. A.24 Charge density vs. Voc of liquid-state DSSCs fabricated with Z907-sensitised TiO2 electrodes 
(transparent, 1.3 µm) heated at different temperatures for 1 minute. Electrolyte: 0.8 M PMII, 50 mM 
iodine, 50 mM GuSCN, 0.3 M benzimidazole in MPN. [This figure is reproduced with the permission 
of the rights holder, The Royal Society of Chemistry.]
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Fig. A.25 Charge density vs. Jsc of liquid-state DSSCs fabricated with Z907-sensitised TiO2 electrodes 
(transparent, 1.3 µm) heated at different temperatures for 1 minute. Conditions as in Fig. A.24. 
  
200 
 
Fig. A.26 Electron lifetime at Jsc vs. charge density of liquid-state DSSCs fabricated with Z907-
sensitised TiO2 electrodes (transparent, 1.3 µm) heated at different temperatures for 1 minute. 
Conditions as in Fig. A.24. 
Effect of Heat Treatment on 2 µm thick TiO2/D149 Films 
 
Fig. A.27 Charge density vs. Voc of liquid-state DSSCs fabricated with D149-sensitised TiO2 
electrodes (transparent, 2 µm) heated at different temperatures for 1 minute. Electrolyte: 0.8 M NaI, 40 
mM iodine and 0.2 M GuSCN in MPN. [This figure is reproduced with the permission of the rights 
holder, The Royal Society of Chemistry.]
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Fig. A.28 Charge density vs. Jsc of liquid-state DSSCs fabricated with D149-sensitised TiO2 electrodes 
(transparent, 2 µm) heated at different temperatures for 1 minute. Conditions as in Fig. A.27. 
 
Fig. A.29 Electron lifetime at Jsc vs. charge density of liquid-state DSSCs fabricated with D149-
sensitised TiO2 electrodes (transparent, 2 µm) heated at different temperatures for 1 minute. Conditions 
as in Fig. A.27. 
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Fig. A.30 Two-sun and dark JV curves of encapsulated TiO2/MAPI solar cells with HTMs after the 
stability test of continuous illumination (P3HT: @2 suns for 12 hours; DPPTTT: @2 suns for 21 hours). 
Table A.1 shows the photos of lead iodide, lead chloride and methylammonium iodide (NH3CH3I or 
MAI) on a glass plate with or without mesoporous titania (mp-TiO2) layer or mesoporous alumina (mp-
Al2O3) layer. Film thicknesses (with or without mesoporous layer) are ~150 nm.  
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